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Critical phenomena in gases 
II. Vapour pressures and boiling points 

By J. E. Lennard -Jones, F.11 S. and A E. Devonshire 
The Umvemty Chemical Laboratory, Cambridge 

{Receiml 24 November 1937) 

1. Introduction 

The object of the first paper on “ Critical Piicnomena in Gases ” (referred 
to in this paper as ra[)er 1) was to develop a simple method of dealing with 
dense gases and to calculate critical temiieratures in terms of atomic fields 
of force. Each atom in a dense gas was pictured as caged for most of its time 
by a cluster of neighbours, equal in number to those which surround it in the 
solid (and presumably also in the hqmd) phase The model was intended to 
provide a general average of the jiotential field in whicli any one atom moved 
by replacmg its varying environment by an arrangement of neighbours 
which could be regonled as typical. This arrangement was taken to be the 
one in which the neighbours were situated at their mean positions as 
determined by the density of the gas The potential energy of any one atom 
could thus be expressed as a function of the volume of the gas — a step which 
is probably the crucial one in a theory of <-ritical phenomena. This point of 
view brings the process of condensation within the category of those 
described by Fowler (1936) as co-operattve phenomena In passing we may 
observe that the derivation of van der Waals’ equation provides a {larticular 
exam pie of this method, fur 111 it the potential energy of each atom is assumed 
to be inversely proportional to the volume. The present theory goes beyond 
this simple model, for the potential enei^y of an atom is considered to be 
not only a function of volume but also a function of the position of the atom 
relative to its neighbours. The probabihty of finding an atom in any assigned 
{Kisition can be calculated by statistical means and its average potential 
energy and its available free volume easily dctiuced. The equation of state 
can then be deduced by thermodynamic methods, as has been pointed out 
elsewhere (LennardiTones 1937). 

The success of this method in calculating critical temperatures has 
encouraged an attempt to push the theory a stage further so as to give the 
boiling points of gases. At the boUing-point the conditions in the gas are 
very different from those at the critical point. The density is much less and 
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the perfect gas laws can be assumed to hold But in the liquid we may suppose 
that the conditions are similar to those of a dorlse gas except for the closer 
relation of neigh boiinng atoms In this paper therefore we use the same 
methods for the liquid which wo adopted for the dense gas in the first paper 
and then find a relation between the tcm|)eraturo and vapour pressure. 
I'liis enables us not only to calculate builingqxiirits in terms of atomic force 
fields but also to determine the change of entropy on evaporization and thus 
to give a theoretical justification of 'Irouton’s rule 

While we have ayipronched the problem of a liquid and its vapour as a 
natural extension of the theory of dense gases, wo find that considerable 
work has alreaily lioen done on the theory of liquids, whicli bears some 
resemblance to that develo|)od here T S Wheeler (1934-6) has used the 
force fields previously given by Lennard- Jones as a basis for a theory of 
liquids He siijiyioscs each molecule to keep clear round it a syiherical 
volume by its thermal motion aiul to vibrate within it like a linear oscillator. 
He IS thus able to obtain many properties of a lupiid by simple kinetic 
theory arguments in terms of the syiecific volume and the constants of the 
force fields The theory does not determine the syiecific volume, as a self- 
contained theory should do, but by giving to this quantity its experimental 
value he is able to get satisfactory agreement betw'een theory and experi- 
ment for a number of jihysical properties 
Recently Eynng and lus collaborators (1936-7) have dcvelo|)ed a theory 
of the hquid state which seeks not to obtain all the properties of a liquid in 
terms of interatomic forces hut rather to eorndate the different propertie-s 
with one another Eynng lias introduced a now concept which is extremely 
valuable Tie has given reasons for supposing that in a liquid there are a 
number of “holes ” of atomic size, the number of which can be estimated by 
simple thermodynamic arguments. In terms of those the phenomena of 
diffusion and visixisity can be dealt with quantitatively. In a further paper 
(Newton and Eynng 1937) the vaixuir pressure has lioen obtained in terms 
of the coefficient of exiiansion and the syKJCific heats and other yiroperties 
have been successfully correlated (Eynng and others 1937). 

An attempt to develop an exact theory of condensing systems has 
recently been made by Mayer {1937). This work must be regarded as an 
important ailvanco m the subject, but though the vapour pressure of a liquid 
is expressed in terms of the interatomic fields, the equations are too com- 
pheated to admit of more than a very approximate calculation In order 
to make applications to jiarticular gases and liquids, it will probably be 
necessary for some time to try to find methods, such as that given in this 
paper, which permit of easy numerical computation. 
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2 (!aLCUI.ATION of VAPOl’B PRESSURES 

In calculating the partition function and hence the free energy of a dense 
gas in Paper 1 , we supposed that each atom could be regarded as confined by 
its immediate neighbours to a cell or cage and that its migration from one 
environment to another could be regarded as a relatively infiequent event 
In conformity with this, we sujiposcd the jiartition function of the assembly 
to be equal to the i)roduct of the partition functions of the individual 
molecules, but the fact that migration may occur, though slowly, implies 
that the statistics should be like those of a dilute gas rather than that of a 
solid We discussed m Paper I the partition function for a perfect gas by 
these two methods and showed the ability to change places results in a 
factor of in the partition function for the assembly (corresj)onding to a 
factor As we stated in that paper, none of the results given there 

(for example, the equation of state and critical constants) are affected by this 
factor, but in extending the results in this paper to vapour pressures this 
factor must bo considere<l more closely. The contnbution of mobihty to 
the energy of the assembly will be small and may safely bo neglected, but it 
is ])robably more accurate to take irit<i account the permutation of the atoms 
and to include the fac-tor just referred to. This means that the w’holo of the 
“free volume” of the assembly and not just that of each cell is accessible 
to every atom and the usual factor of AT' niiist be introduced to allow for 
jiermutations. This method has already been used by Eyring and Hirsch- 
felder in a pajxir just published (1937) 

In Pafier I we BUjifsised the fields of the atoms to be 8|)hencally sym- 
metrical and the potential to lie of the siiecial form 

^(r) Ar (1) 

Now atoms obeying a law of force of this tyjie would crystallize in the form 
of a face-centred cubic (Lennard-Jones and Ingham 1925) and the number 
of nearest neighbours of each atom would be 12 Wo accordingly assume 
that in the liqmd and dense gas phases there is a tendency to this structure 
and that the average field m w Inch anyone moves can bo represented approxi- 
mately by the effect of the 1 2 nearest neighbours in their mean positions, 
('learly it will be necessary in taking the theory to fuither approximations 
to consider the motion of the atoms about those mean positions and to 
represent this by probability patterns as is <lone for electrons in atoms, in 
fact, what is ultimately required is a method analogous to that of self- 
consistent fields for finding electronic distributions. 

In this paper we shall supjiose the methods used for a dense gas are 
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applicable also to a liquid. The partition function, obtained in Paper I, 
equation (48), can be written in the form 

^ log F(T) = +|log(27rm*:7’/A2) + log(i>,;i^/iV,), (2) 

where 1 -2) - (0-5) (vjv,)*}, (3) 

and is the mutual potential energy of Nf atoms, when arranged in a face- 
centred cubic lattice at their mean positions. This is easily obtained from ( 1 ) 
by adopting the summations given by Leonard -Jones and Ingham (1925 ) and 
by altering the notation so as to express the energy in terms of volume, 
thus, 

A=^c^o, v„ = Nijil^2, (4) 

where is the absolute value of the minimum of the ixitcntial energy of 
two atoms under the fiehl (1), « the number oi nearest neighbours ( -= 12) 
and Tq their distance apart in the equihbriura configuration. Nf is the number 
of atoms in the assembly, considcreti to be in the luiuid phase, Vf the volume 
occupied by these atoms, while x w fh© fraction of the total volume which 
may be regarded as available to an afom, in tact, 

X = {l/w*)Jcxp[- ii'(r)/A-?’Jdr, (6) 

where the integral is taken over a unit cell of volume v* (the specific volume) 
and ^(r) is the potential energy of the atom within its coll referred to that 
at its centre as zero For the particular law of force defined by ( 1 ) ;^ is given 
by ^ 

X = 27rV2jVexp[^^,{-('W«/)*%) + 2(Vo/’^i)®»n(2/)}]‘^!/ («) 

(cf. equation (49), Pafier f, using the relation x - 
We may conveniently define a free volume Vf by the relation 

V, = v,x. ( 7 ) 

We note that it is a function of temiierature and volume. The free volume 

jier atom wo shall denote by v* 

As explained above we now modify the partition function from (2) to 

(\m\ogF(T) = -%INikT-Y\\og(2vitikTl¥) + \o%v* + \. (8) 

The vapour pressure can be calculated from the well-known thermo- 
dynamical formula 




( 0 ) 
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where U is the internal energy of the substance in question. Now p remains 
constant and equal to the vapour pressure while the substance evaporates 
at constant temperature, so that if we mtegrato (9) at constant tenqieraturu 
from V — vf (the sjiecific volume of the liquid), to v = v* (the siiecific 
volume of the gas), we obtain the equation 

(10) 

where U* is the internal energy ])er molecule of the gas, U* the internal 
energy jier molecule of the liquid, and p the vapour {iressurc. If the vapour 
pressure is small (of the order of an atmosphere or less) wo can neglect v* in 
comparison with v* and treat the vapour as a perfect gas. Then we have 



II 

(11) 

Now 

loir FIT) + + 

(12) 

so that 

i \0T/r p “ ~N, x" 82’ 

(13) 

Tf wo divide by kT^ and integrate we have 



log p - log T = 0JN,kT - log ^ + log/(w). 


so that 

p = 7’y ■!/(«) exp {0„/N, AT}, 

(14) 


where /(t>) is an arbitrary function of v Since x a fiure numl>er, it would 
appear from dimensions that /(v)/i must bo equal to the inverse of a volume. 

Another niethoi] of calculating the vapour pressure, which has the 
advantage of giving the equation without any arbitrary function, is to use 
the thermodynamical equations for the condition that two phases should be 
in equilihnum in the form 



where A is the Helmholtz free energy or work function, which, for the liquid, 
is given by the equation (cf. equation (48), I’a^ier I) 

A, = ~kTlogF,(T) = 0o~N,kT{log(v,xlN,)+ l}-^N,kTlog{27rmkTfh*), 

(17) 
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and for the vapour, asHuming it to bo a perfect gas, by 

A, = -N,kT{log{v„IN„) + l}-^N„kTlog(27rmkTlh^). (18) 

Equation (15) is the condition that the pressure on the hquid should be 

tiio vapour iiressure, and is 

-N^kT _ _-N,kTdx 

~ Vg X r, dvi ' 

= (i9) 

" *’i X 3*’i M 

Equation (16) gives the relation* 

-iriog(i;„/iV^) = 

= 0JN,~kTlogx-kTlog(v,IN,)~kT+{p,v,IN,) 
on using (Ml) 'Phis is equivalent to 

Py = (^f^Tlrtx)e\p{\0JN,kT] - 1}, (20) 

since the term (PgVijN,) may be neglected in oomjiarison with kT, We note 
that this e<{iiatiun has the same form as (14). If we replac'O v,x by the “free 
volume ” Vf, we may write equation (20) in the form 

vf - V* exp{[0o/A,<-7’J - I }. (20 A) 

This simple formula gives the “free volume” of the liquid per atom in terms 
of the specific volume of the gas 

Equations (19) and (20) together determine the specific volume of the 
liquid as a function of temperature, but for moderate vapour iirossures it is 
a good approximation to put p equal to /.ero in equation (19) as it is small 
compared with the other quantities involved, so that this eipiation alone 
gives the sjiecific volume of the hipiid as a function of temperature. 

We may also determine the change of entropy and the heat of vaponza- 
tion without difficulty. For the entrojiy of a substance is given by the 
well-known equation 

TS= U-A, 

so that from equations (12) and (17) the entropy fier molecule of the liquid 
is given by 

= ^|^ + logAf+log{w//^i)+f log(27im/:T/A*)-*-5 , (21) 

* It is to bo notcMl that 0, and y depend on N, throuKb (rjv,) or (vj/wf). 



Critical phenomena in gases 7 

while the entropy of the vapour, aupposefl to be a perfect gas, is given by 
S*lk = \og(vJN„) f I log(27rmiT/A*) + f . (22) 

so that {S* - srm = \og(v*lrrx)~ll- 

Now from equation (12) we see that (kT^jx) change in 

potential energy of an atom clue to its motion about its equilibrium 
position. We know that it will bo equal to jk-T if the atom is moving like a 
harmonic oscillator This will not be far from the truth at high liquid 
densities and in any case the second term m equation (23) is always small 
compared with the first so that wo may write approximately 

(.S’*-W = log(e>:;^)-f 

= (24) 

The heat of vaporization is then given by 

T(S; - .S'?) = kT\og(v*lv*x) - ^ It 


= kT{]og{v*lv*x)-rr (25) 

To the same approximation we can write equation (2()A) in the alterna- 
tive forms 


3 DlSl^lISSIOV OF RTOULTS 
Equation (20) may be written in the form 

^ N,AkTv,e^{{<hJNjkT) - 1 } 

^ t'o '1 X ’ ^ 

and hence, since 0JNik'T and x dojiend only on A/kT and v,/vo, and 
these ({uantities are given in terms of each other by equation (19) (w'ith 
p equal to 0), we have 

p - {NMQlAIkT), (27) 

where is a dimensionless quantity, winch is a function of AjkT only. It 
should be the same for all gases to which our equations are applicable. A 
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few tyiiical values of (v//t>o) and ii{AlkT) for a range of values of A/kT, are 
given in Table I As a guide to the size of the quantities involved it may bo 
mentioned that AjkT is about 9 at the cntical point and about 16 at the 
boiling-pomt for the simpler gases, and that for the inert gases /!/«„) 
vanes between 2 x 10* and 5 x 10* dynes/cm *. It is found that the calcu- 
lated values of logf^ are firoportional to {AjkT) to within the errors of 
calculation, so that wo can put the equation for the vapour pressure in the 
form 

log,p = log^{NiAIOo)+ 1*916 -0-678(J /IT), (28) 


Tabm? T 


{A/kT) (.-,/«,) Q(AlkT) 


log, !J 


12 8 
15 8 
18 0 
21 0 


1 118 0 00116 - 0 762 

1 054 0 0<M)16fl - 8- 740 

1 026 0 0000362 - 10 255 

I 000 0 00000448 - 12 317 


for values ot AjkT within the range 12*8-21*0 This is in agreement with 
the empirical fact that the vapour pressures of many gases can bo expressed 
by an equation of this form. If we insert the values for A and I’o calculated 
from the interatomic forces wo find that the calculated vapour pressures 
expressed in dynes/cm.* are expressed by an equation of the form 

ji = 10*oxp[J - /I/T], (29) 

whore the apfirofinato values of A and li are given m Table II. From those 
equations the boiling-points can at once lx> calculated and the values 
obtained are given in Table TI. The theory can hardly be exjiected to apply 
to a light gas like hydrogen for reasons explained in Pajier I, but it may be 
added that the boiling jioint comes out to be 26* t instead of the observed 
value of 20*3. 


TaBI.K it.* CAIAmnATBD BOIIJNG POINTS OK THE INERT OASES 





Boiling-(x>int 

Jloilmgqxnnt 
Critical temp. 

Kntropy of 
va]>orii^ation 


A 

B 

Calc 

Obs. 

Calc. 

Obs. 

Calc. Obs. 

Neon 

9*863 

201 8 

20 6 

27*2 

0 62 

061 

106 152 

Argon 

10 407 

970 

94 1 

87 4 

0 50 

0 58 

20 7 17 2 

Nitrogen 

0 0.50 

786 3 

79 0 

77 2 

0 61 

0 61 

198 173 


• Tlio boiling-poiiitH ffivcn hon* (liffbr slightly from those quoted at the end of a 
previous pu{)or (Lonnard-Jones 1937), Ixmig tho result of a revisod calculation 
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In this table we also give the entropy of vaponration in cal /deg This is 
given by using the well-known thermodynamic equation 

AS = (v*-if)(dpldT) 

= (v*)dpldT 

= kTd{\<yg,p)ldT, (30) 

where p is the vapour pressure and then using the a[)proximate equations 
(2S) or (29) In fact from (28) wo have 

AS -^omskiAIkT), (31) 

and from the same equation we see that since log,(iVyl/i'o) does not vary 
greatly from lupiid to licpiid, AjkT is practically a constant at the boiling- 
point Hence the entrojiy of vaporization should be approximately con- 
stant for all liquids to which this theory is applicable This is the familiar 
Trouton rule (probably more accurately referred to as the Pictet -Trouton 
rule) (Pictet 1876, Trouton, 1884) ami it is satisfactory to find that the 
value given by the theory for the constant is practically the same as that 
used in the empirical rule Observation shows that the quantity has nearly 
the same value for a large number of gases. 

The inner meaning of IVou ton’s rule liecomes clear from an examination 
of equation (2.5). This equation shows that the latent heat of vaporization 
divided by the boiling temiierature is determined largely by the ratio of the 
specific volume in the gas ])hase (»*.) at atmospheric pressure to the 
specific free volume in the hquid (c*) at the same temperature and pressure 
The former of these at room temperatiiro is of the order of 4-10“*® c.c., 
while the latter may be taken to be of the order of lO"** c c. We see at once 
that logj(r*/v*) is of the order ot 10 and so LfT is of the order of 20, os 
given by observation. 

'IVouton’s rule has been inwlified by Hildebrand to the statement that 
the entropy of vaporization is the same for all liquids at temperatures at 
which the concentration in the gas phase has a given value. The significance 
of this becomes clear from equation (28) This equation can be written in 
the form 

ioMlv*) = ll-91G-(0 678)(/l/A-T)-hlog,(/l/)!:7’). (32) 

Now V* is the specific volume of the liquid when the molecules are at the 
same distance apart os in the diatomic molecule This will not vary by 
more than a factor of 3 or 4, so that when tij is given, that is the concentra- 
tion in the vapour phase given, AjkT will be approximately the same for 
all liquids, and hence the entropies of vaporization will bo the same. 
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Hildebrand’s rule would according to this theory be correct, if all sub- 
stances bad the same number of molecules per unit volume at absolute 
zero. 

The actual values of AjkT at the boiling-jxiint for the liquids in Table II 
lie between 16 and 17 so that remembenng that A = we have 

- 0-06/1 = 0-72^Jo, 

where 1\ is the temperature at the boiling-point and was defined to be 
the absolute value ot the mutual potential energy of two molecules of the 
substance m their oquihbrium position. 

In the table we also give the ratio of the calculated boilmg-points to the 
critu-al temjieratures calculatetl in Paper I, and the observed values of these 
ratios. 

Finally we may note that if we had used the same partition function as 
in Pa|xir I, that is, without the correcting factor e^, the calculated vajiour 
pressures would have lieeii higher by a factor e, and the boiling- points 
about 9% lower They would then have been rather below the exiien- 
mental values instead of above them. 

We are indebted to the Department of Scientific and Industrial Research 
for a grant to enable this work to Iw carrieil out. 

SUM.HAEY 

This jiaper extends to hquids the theory which was given recently by 
the authors fur the erpiatiou ot state of a gas at high densities. A direct 
calculation is made of boiling points in terms of interatomic forces and the 
numerical results for the inert gases are in satisfactory agreement with 
the observed values A theoretical interpretation is given of Trouton’s 
empincal rule connecting the heat of vajumzation with the boiling 
temperature and also of Hildebrand’s modified form of it Calculations 
are made of the vaiKjurpressuresand heats of vaporization of the inert gases. 
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The nature of the penetrating component 
of cosmic rays 

Bv 1\ M. S Blackktt, F R S 
{Received \ ^ December 1937) 

1 InTKOOL'CTION and SLtMMABV OF CONCLUSIONS 

The measurements by Neddenneyer and Andoi’son (1937) of the absorp- 
tion of coamic-ray particles of low energy by metal plates differ in certain 
respects from those by Blackett and Wilson {1937). The former results 
showed that, in the energy range I -2 x 10“ to 6 x 10“ e-volts, two tyjies of 
l>articles exist, an absorbable grou]) assumed to behave as theory (ireihcts 
of electrons and a much more iienetrating group, attributed provisionally 
to heamer particles. 

On the other hand, we foiiml that all the rays with energy under 
2 X 10* e-volts were absorbed like elect.rons, while for rays of greater energy 
the average energy loss was very much loss. Though a very few energetic 
particles were found to have a high energy loss, insufficient evidence was 
then available to justify classifying them os of a nature distinct from the 
less absorbable rays Thus we obtaineil definite experimental evidence that 
the energy loss of the great majority of the rays varies rapidly with their 
energy. We concluded, therefore, that the energy loss of a normal electron 
varies with its energy Wo now believe this to be probably false, since the 
success of the cascade theory of shoaers, m explaining the transition curve in 
the atmosphere, and a large jiart, at any rate, of the phenomena of the 
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traiiBition cutvch of showers and bursts, has ])rovided fairly strong evidence 
that there must l)o a very few energetic rays at sca-level, which have the full 
radiat ion loss of electrons, even in heavy elements It follows that the great 
majority of the rays, for which the energy loss certainly varies rapidly with 
energy, are probably not normal electrons. We therefore agree with the 
view of Nedflermeycr and Anderson that it is likely that there are two 
types of jMvrticles present, though the difference in behaviour only exists for 
energies over 2x10® e-volts. 

The exjierimental work described in this paper was carried out mainly 
to investigate tlie discrepancy mentioned above between the two sets of 
oxjienmcntal results. It will lie shown that our former conclusion, that nearly 
all the rays with energy under 2 x 10* e-volts are absorbed hke radiating 
electrons, has been fully confirmed. Further, the assumption of the previous 
jiaper that the penetrating rays actually become absorbable like normal 
electrons, when their energy falls much below about 2x10® e-volts, is also 
shown to lie correct 

These further results, together with the implications of the cascade theory, 
load therefore to the conclusion that tho cosmie-ray beam at sea-level 
consists of a few fully radiating electrons, together with a largo number of 
{jarticlos, whicli are very jienetrating when energetic, but which apparently 
become indistinguishable from radiatmg electrons when their energy falls 
much below 2x10* c-volts. 


2 ThB MKAN ENKBGV LO.H.S AS A KUNOTION OE ENERGY 

Measurements have been made of the energy loss of cosmic rays in the 
following plates 

t 1=//A, 

Load 0 33 cm. 0 82 

Lead I 0 om 2 50 

Gold 2 0 cm. 8 5 

The thicknesses (1) are given also in terms of the fundamental units of the 
csascade theory, which are 0-40 cm Pb and 0-24 cm Au (Bhabhaand Heitler 
1937). The magnetic field used was either 33.30 or 10,000 gauss. 

In order to compare tho results with the theory of the radiation loss, it is 
convement to subtract from the measured energy loss ( A\ - ^j), the energy 
El estimated to be lost in ionization and excitation. From Table II of the 
paper by Bethe and Heitler (1934), this can be estimateil as approximately 
15 X 10* e-volts per cm. Pb, for energies from fifty to a few hundred million 
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volts. Thus tho value of the relative energy loss is calculated from the 
expression 

(1) 

where t cm. is the thickness ol the plate, and E ^ \{E^ + E^)m tlie mean of 
tho measured energy Ei above, and the energy E^ below the plate * 

Tho results of the mcasuremenls for the two load plates are given in 
Table I. Tho results witli the gold plate are given m § 3 


Tabt.e 1 Evergy loss in lead plates 


Abnorbor 


J{ fruui oqiiubon (I) 

Range of £ • ^ 

KPevoltn No (K,) No (£) 


0.13 cm lead. 
33UU gauHg 


0-100 
100-200 
200-300 
.300 400 
400-.')00 
600-700 


2(1 2 01 +0.33 

13 100 j.0 2tl 

10 0 »H i 0 2S 

13 0 024 +0 075 
d 0 10 I 0 40 

12 0 14 xOltl 


20 2 42 ±0 37 

9 1 05 +031 

9 0 40 +018 

11 010 1.0(18 

0 010 +0 21 

1.3 000 +014 


1 0 im lead 

Mainly f 0-100 

3300 gauM \ 100-200 

Mainly / 200 .500 

10,000 gnuM \ri00-700 


10 0 00 +0 08 20 

5 1 27 10 25 (2) 

10 0 12 J 0054 10 

13 0 25 1 0 075 10 


104 J009 

044 1 014 
0 0.39 lO 040 


Hf from equation (2) 

W (iP' 

2 84 i 0 47 3 09 i 0 48 

1 13 ( 0 20 1 18 ±0 34 

10« (0 28 0.5,3 dOlS 

0 UOl) 10 075 0 21 (0 08 

0 22 +0 40 014 10 21 

0 10 +0 10 0 12 H 014 


2 01 +0 16 211 1018 
1 80 +0 35 — 

0 10 ±0 072 0 30 I 0 16 
0 26 + 0 08 0 007 +0 040 


Of tho tracks with tlie thin plate, twenty-eight are from the ])roviou8 pa|a‘r 
by Blai’kctt and Wilson (1937) and the remaining fifty-five are now, Of those 
with the thick jilato, lU'arly all with energy under 2 x 10* o-volts are new, 
and most of the others are from the previous jiapor. All the earlier results 
were obtained with coimtera above and below the chamber, thus giving 
a bias against largo losses. For nearly all the new results, all the counters 
were above the chamber. This is tho better arrangement ami is essentia 
for the low energy rays when using a thick {date. The actual results obtained 
in both systems were essentially the same. For most of the photogra{»h8 

* I’ho en-orof a single cticigymoasimuiM'nt is given hy i>£ = A’*/il’„(TJIiickpt,ti937a), 
where la about 4 x 10* c-volt« for the trneks m a Hold ot 3300 giiuss and about 
1 2x 10‘" e- volts for 10,000 gauss. Tho error tK of R is approximiib'ly yjiKjR 
For uistnnco, for A’ = 6x 10" o-volts, wo have d72=0 4 for the thin load plate, and 
0 14 for tho thick load plat<’ For low onorgios, howover, tho errors arc rathor larger 
than tlioso given by tho ubovo expression Tlie corresponding value of A'„ in tho 
mensurernents of Neildermeyer and Andi'rson (1937) appears to have been about 
6 X 10“ o-volts, with a fiokl of about 7000 gauss. 

For A’> 3 X 10* e-volts the error of a single energy-loss determination a comparable 
with the real mean energy loss, but for A'<2 x 10“ e-v-olU, tho error is iriuch leas than 
tho real moan loss, and tho error of R is then mainly due to the statistical variation 
of the number of rays observed with given energy loss 
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a lead Hcrecn about 1 5 om. thick was placed over the top counter to increase 
the number of recorded showers. 

The two values of R listed for each energy range are obtained by grouping 
the particles differently In the column headed {/?,), the value of R is the 
mean of the values of R for all tracks whose initial energy R^ lies within the 
stated limits, while the column headed {E) refers to all tracks which have 
their mean energy E in the stated limits. The latter method was used in 
the previous pajier as it is more ndiable, since the mean error of E is 1/^/2 
times that of But the classification by initial energy Ei shows up better 
the sliarj) fall of R with energy. 



© 0 33 cm. iiHing A\. 

• 0 33 cm. plate, using A’, 

□ 0 f cm. plnU', UHuig A’,. 

■ 0*1 cm plate, using K 

Fid 1. Kclalivo energy loss of cosmic-ruy porticlps III leiul. 

Except with very thin plates, the value of R given by (1) cannot be 
comjiared directly with theory, Wilson (1938) has shown that the correct 
value to take is 

„ _ 1, l+iff/2 

r''^l-Rt/2-tEJE’ 


( 2 ) 
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where Ei is the energy lost in ionization These corrected values are given 
in the last two columns, ami are shown graphically in fig 1. The open circles, 
etc., give the data obtained by the classification by ffj, and the black circles, 
etc., that by E All the open circles, etc , represent one way of analysing all 
the tracks, and the black circles, etc., another way of analysing the same 
data These results are in c'lose agreement with those previously rejxirted. 
The sharp fall of It for E^2x 10® e-volts is fully confirmed. For lower 
energies the observed values are comparable wntb the exfiected loss of an 
electron (dotted ciii-vo), but for grt‘ater energies are much less than this. 
For the lowest energies, the observed values are greater than the theoretical 
loss, in agreement with the results of Turin and (Vane (1937) for electrons 
of about 10’ e-volts These high values are ixissibly due to scattering The 
true curve must bo steciier than that observed owing to the effects of ei rors, 
but how much steeper it is difficult to say without further measurements. 


3. ThK DlSTKiarTIOV ok JSSKROY I,OS.SIi8 iOB E<2x 10® K-VOIXS 

Since for tins energy region the mean energy loss is comparable with the 
theoretical value for electrons, it is important to compare also the distribu- 
tion of energy losses with the theory. Wilson (1938) has deriverl from the 
expressions given by Hcitler (1937) the following results Iff be the thickness 
of the absorber, and Aq be the fundamental unit of length of the cascade 
theory, and if a = 7?(/2, where M is the relative energy loss of a track as 
defined by (1), then the chance of an energy loss between a and a f i/a is 

The curves in figs 2 and 3 show this exfiocted distribution of energy loss for 
the 0-33 and the l-O cm, lead plates {I = f/Ag = 0-82 and I - 2-50) 

The [Kiints on the figures repi-esent the observed distribution of energy 
loss of all the rays with energy loss than 2 x 10® e-volts. The agreement of 
the observation wdth theory is quite as good as (san lie exixjcted, in view of 
the approximation of the theory and the statistical and other errors of tfie 
experiments With the thin ]>late, fig. 2 shows that the chance of a large 
loss of energy is much less than the chance of a small loss, and the distnbu- 
tion curve is of such a shaix; as to make easy the detection of particles with 
energy loss greater than that of electrons, if such exist Fig 2 shows no 
evidence of such particles. The explanation of the high value for It ^4-5 is 
given later 
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On the other liand, with the thick plate, fig 3 shows that the chance ot 
a small loss is much smaller than that of large loss, and so the conditions 
are favourable for the detection of rays with an energy loss that is consider- 
ably less than that of electrons. No sign of an appreciable number of such 
particles is found. 



When a 2 cm. gold plate is used, it is not possible to measure the energy 
loss of radiating electrons, since they are almost all totally absorbed. But 
such a plate is useful to separate out radiating electrons from more [lene* 
trating particles A full analysis of the photographs taken with the gold 
plate IS not yet finished, but the following are some preliminary results. 
Table II gives a list of the energies and sign of all rays observed with energies 
between 6 x 10^ and 6 x 10® e-volts and shows in a very striking way the 
change of energy loss for 15 a 2 x 10* e-volts 
Of the thirty-five tracks, nineteen stop m the plate, and all are under 
2-6x10* e- volts. Of the sixteen which traverse the plate, all but one are 
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Flo 3 Distribdtioii of fiicrio lou) in 1 0 cm Iciul plate. 
A’<2iK» c-voltsx 10" 

Tab^k II. Absohvtion by a 2rM gold i-latk 

Initial oncrKics m million electron volta 
Kaya wliiih hI.o|» Iliiya which 

111 plato traveran plato 

+ r,3 + i«r» 

+ «2 + 227 

- 05 - 232 

- 74 + 268 

- 78* +261* 

- 83 f 276* 

- 88 - 32t> 

t ».5 - 322 

- Utt - 330* 

+ 121 +330 

- 132* - 130* 

+ 140 + 400 

+ 105 +480* 

-175 +470* 

-180 +480 

- 188 +490* 

+ 209* 

-224* 

-242 


Vol CL.W 
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over 2 2x10* e-volts, and lone only a small fraction of their energy. The one 
which has a lower energy (1*66 x 10* e-volts) actually loses about half its 
energy, and can bo intcrjireted in two different ways, according as whether 
the curve of fig 1 is considered to rejiresent the actual variation of energy 
loss of each pirticle, or as representing the result of a sudden change of 
radiating jxiwer occurring at different energies for different particles (see § 8) 
In the first case the track reiiresents a less than average energy loss of 
a particle of mean energy loss considerably less than that of an electron, 
in the second, a particle which makes the sudden transit ion abnormally late. 

I’lie tracks markc<l with an asterisk were made with a .*5 or a 15 cm. lead 
absorlier between the counters, which were all above the chamber (see § 7) 
For the rest, there was no heavy absorber over the chamber 

Figs. 4 and 5 show graphically the measured relative energy loss U of each 
indivirliial track, plotted against it« initial energy for the two lead 
plates * The data from tfie previous paper are used to extenfl fig. 5 up to 
E = 10* e-volts Each fxiint which correspotwls to a ray which entered the 
chamber Hcoom|>anio<l by one <»r more other rays is considered to l»e part of 
a shower and is markwl by two vertical lines It is seen that for 
A’< 2 X 10* e-volts, the distribution of shower particles is sensibly the same 
as that of the single particles, and further, the number ot positive particles 
18 sensibly the sumo as the number of negatives Wo conclude from these 
results, and from thoseof jj 2, that rays with A’ < 2 x 10*o-voltsareall positive 
and negative electrons, with api»ro\imatcly the full radiation loss predicted 
by theory. If any more (or less) jienetrating particlce are iircsent in this 
eneigy range, their number, in our expenments, cannot exceed a few 
jier cent 

This conclusion is in conflict witli that of Neddenneyer and Anderson 
(i937)> who find a strong |ienetrating groii)) extending down to nearly 
l'2x 10* e-volts. The possibility that the discrejiancy could be due to 
different amounts and nature of material over the chamber seems excluded, 
since wo find no sign of the penetrating group of low energy, cither with no 

♦ The fact that, for the 0 33 ami the 1 Ociu plates, the maximum values of R 
(c<im«fpon<ling to coiiipicto stojipaijo) are less at low energies than 6 and 2 respw- 
tively, IS line to the aiilitrOction of the loiii/sition loss (E^t) from the observed energy 
loss (equation (1)). For tracks that stop, and so do not travorso the full distance /, 
ttiis Hiihtractisl energy is clearly too gn*at by some amount that, for any one tnwk, 
cannot lx* di-U-nmncd. Tlie high valiio of oui> point m fig 2 is to ts) attributed partly 
to tins and partly to tlie H^'stematic error introrluced liy the scattering m the 

plati' of the slow rays, and by theip deflexion from the vertical by the magnetic held. 
Both eftis-'ts mcroaso tlio real path m the alworbor, and so give too many high values 
of li. Owing to the subtraction of the lonuation loss, the high numbers occur for 
W 5! 4 6 in fig. 4, instead of for /? S ft 



The nature of the penetrating component of cosmic rays 19 

heavy material, with 1-5 cm Ph, with 15 cm Pb, or with 8 cm. Cu over the 
chamber It will therefore be taken as proved that there is no largo pene- 
trating group with iS < 2 X 1 0® e-volts. 



Fio 4. Dwtribufioti of rc'latiMi energy I 0 S.S in 0 33 cm Icarl plate 
© Single triiekg 

^ Track.s nsHociaUul with other particles 
• Negiitivo particles. 

O Positive particles. 

4. TuK UAYS WlTJt KNiSKOY ORBATKB THAN 3 X 10* E-VOt,T.S 

From figs 1 and 5 it is seen that the mean energy loss of the rays with 
A’> 3 X 10* e-volts, is much less than that of radiating electrons, and yet 
they cannot be mainly protons.* However, a few particles do lose a largo 
fraction of their energy. For instance, in fig 5 six particles out of fifty, in 
the range 3 x 10* to 2 x It)® c-volts, have values of R greater than 0-fl, while 
in fig. 4 one particle out of thirty-five in the range 3 x 10* to 7 x 10* o-volts 

* Similar evidence against tins {Kiiviibility has 1km <n obtained by Criissard and 
Lopnneo Ringuet (1937) and by Street and Stevenson (1937) The point marked P 
in fig. 5 IS the only recognizable pniton among tho tracks described here. 
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hofl a value of It greater than 2*0. Thus rather less than 10 % of the particles 
y, itli energy between these hunts are heavily absorbed as would be expecteil 
of electrons 

Betweentbo energy 012 x 10“ e-volts, below whiohall the rays are absorbed 
ap[)roximatcly hke elcrjtrons, and the energy of 3 x 1 0* e-volts, above which 
only a small fraction are absorbed electrtuiically, lies a transition region 
which neeils further investigation, since the results for the two jilates differ 
somewhat. 



• Ni'gntive particU'H. 
O Positivo pai tides 


Of the seven absorbable, but energetii’, particles shown in figs 4 and 5, 
throe are in showers starting in the lead over the counters, while all but one 
of the ])cnctrating group aro single. Street and Stevenson (1936) were the 
first to recognize clearly the great difference between the behaviour of single 
jiarticles and those in showers. As their [ihotographs were taken with no 
magnetic field, it was not possible to lie sure that this difference in behaviour 
might not be duo to a difference of energy rather than of kind. As has been 
mentioned, Neddermeyer and Anderson (1937) found evidence for the 
existence of both an absorbable and a penetrating group m the energy range 
1-2 X 10* to 5 X 10* e-volts and concluded that the two groups correspond 
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to normal and to “lioavy” electrons. Our results confirm the probable 
existence of the two Rronps, but only in the energy region above about 
2 6 X 1 08 e-volts. The scanty data m fig. 5 seem to represent still the only 
direct evidence available at {iresent that the two grou|is exist m the same 
energy range, anil even here the accuraoy of the moasuromonts is not as 
high as would bo desirable. The distribution of the six absorbable rays is 
about what is cxiioctetl for electrons The fact that all arc positive may be 
duo to chance, or to a ])ussible asymmetry between positives and negatives 
among the shower particles Such an asymmetry, if established, would 
prove a grave difficulty for the cascade theory. 

The strongest evidence for the real existence of the two groups in the same 
energy range is obtained indirectly from the cascade theory of showers, 
as dcveloiiod by Bhabha and Hcitlcr (1937) and by Carlson and Op]xm- 
heirner (1937) The explanation of the atmospheric transition curve given 
by Heitler (1937) leaves little doubt that there are some electrons that 
radiate fully in light elements up to 10'® volts or moix;. For heavy elements 
the position is less clear, but the evidence from t he shower transition curves 
suggests that some electrons radiate fully also in heavy elements up to high 
energies Further evidence for this is given in § 9 2 The assumption that the 
ladiation formula does not break down clearly necessitates the assumption 
of two groups m the same energy range, in order to account for the [lene- 
trating grouf), since this ccitainly exists over a very wide range of energy 

G. TuH! BEHAVIOFB OF THE PBNETRmNO RAYS 

Apart from the six rays allowing a largo absorption, the rays 111 fig. 5 with 
fc’>3x l()8 e-volts are about eipially distributed between positives and 
negatives, and their mean energy loss is {lerliaps of the order of l/IO that of 
electrons. 

Two ipiestions i mined lately present themselves. What hapiiens to the 
rays of this penetrating group, when their energy falls below 2 x 10® e-volts, 
and w hero do the elect rons and |)ositroiis with E < 2 x 1 0® e-volts come from ^ 
The most obvious assumption, which was made in the previous paper by 
Blackett and Wilson (1937), is that the ixmotrating rays of high energy 
become, as they lose energy, the absorbable rays of low energy, that is that 
their energy loss vanes with their energy, and approaches that of electrons 
at low energies. 

'fhougli strong evidence that this view is correct will be given 1 n §§ 7 and 8 
it is interesting to consider what is involved in the attempt to explain the 
facts by means only of iiartioles with a constant relative energy loss, for 
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inatanco by “ lieavy ” elcctrotiH of amstant rest matw. Ono would then have 
to assume that such ])article8 stopped suddenly as their energy fell below 
2 X 10* o-volts. No sign ot such a process has heen observed. In fact, it is 
shown in § 3 that there is no sign in this region of any process of absorption 
of Uinje fractions of the energy of a particle, other than that characteristic 
of rafliating ele<‘trons If such a catastropliic process took place it could 
hardly fail to have been observed. For instaiiec, in fig 4, one would expect 
to find some particles <if energy about 2 x lU* e-volts, which stop completely , 
but there are none 


« The KVlDKNt’E FHOM THE LOW ENEROV END OK THE SPECTRUM 

No satisfactory investigation of this end of the spectrum, or how it varies 
lielow different absorbers, is available However, Table TTI gives some rather 
scanty evidence from pliotographs taken, (a) under no heavy absorber, 
(6) under different lead absorbers, varying from 3 mm to 6 cm in thick- 
ness 'file numbers are not very reliable, owing to the effect of the magnetic 
field in detleoting away the slow rays The number of these is therefore 
certainly underestimated For the fraction of the spectrum over 10® e-volts, 
the (lata given by Blackett (1937a) have been used 


Table III Low energy end of .svkgtrum 


Nuinb<>r of tnwks 

Energy range • — 

{ X 10* o-volt«) No ulisorlx'r Load absorlu'r Total Enw-tion 


0 1 

1 2 

2- 3 

3- 4 
4 a 
fi- c 

6- 7 

7- 8 

8- 9 

9- 10 
10-co 


18 30 

27 18 

28 11 

.32 21 

16 26 

18 22 

19 16 

23 7 

21 16 

21 16 


48 0 06 

45 0 05 

39 0 04 

63 0 06 

41 0 04 

40 0 04 

34 0 04 

30 0 03 

36 0 03 

36 0 04 

(660) {0-68) 


(900) (0 42) 


For the case of no heavy absorber, the sjxjctrum is fairly flat, but there 
is a sign of a minimum for 10* e-volts under the lead absorber. 

This minimum, which was mentioned in the previous paper, is just what 
would be expected, owing to the rather sudden increase of the energy loss 
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with decreasing energy, as shown in fig. 1. The minimum would not be 
exfioctod with no heavy absorber, even if, as is possible (see Wilson 1938), 
the radiation loss in air also increases suddenly at aliout the same energy, 
because of the much greater value of the ionization loss relative to the 
radiation loss in air in conijiarison with Icarl In air, therefore, one would 
ex|)ect, either no minimum at all, or only a small one The ex|)ected relation 
between a minimum in the s|iectruin and a sudflcri increase of energy loss 
has already been discussed by Blackett (19370) m another r«nnexion 

This sudden reduction of the intensity of the energy spectrum under 
a heavy absorber is also very well shown by the results for the tracks 
emergmg from the gold plate For if those tracks listed m the right-hand 
column of Table 11 are considered, it is seen that the number per unit energy 
range under 2x10“ e- volts is much less than the number with higher energy 
Since this change of intensity utuler a heavy absorlier is just what would be 
expected if the [lenet rating particles actually become absorbable, it must be 
considered as providing strong evidence that the change of property 
actually does take place. 

I'he observed fraction of the rays with energy greater than 3 x 10“ e-volts, 
wliich are radiating electrons, deiiends on the number of showei-s observed, 
and this of course defieiids on the nature of the absorb''r over the apfiaratus 
(transition curve) From the data of figs 4 and 5 this fraction in our experi- 
ments for the range .3 x 10“ to 2 x 10* o-volts is about 10 For the whole 
range from 3x10“ o-volts to infinity the fraction must be less than this, say 
6 % or less, owing to the difference in the shaiie of the energy spectra 
(see §91) I’hcso figures refer to the conihtion under a lead absorber of about 
1-5 cm. thickness In air, that is with no absorber, the fraction must be less 
than 1 % (see § 9- 1 ) On the basis of these results we can construct fig fi to 

represent, highly schematically, the low energy end of the siiectrum. To 
simplify the discussion, the energy loss has been assumed to change suddenly 
at the critical energy. 

The approximate numbers of rays 111 the three main parts are as follows: 



Particlf’H 

Knoiyy ranK<' 

Fraction 

Absorption 

group 

A 

Klcctninsl 

i5<2 5x 10»o-volt 

about 20 

1 Soft 


I’oHitroiis/ 
Ditto 1 

E>2 5x 10"n-volta 

,11 1 

tinair16% I 
(imiliT Pb 6 

C 

Unknown 

E>2Rx 10“c-volts 

about 80 % 

Hard 


Now if the hard grouji C does disappear at about 2 x 10" e-volts, the soft 
groups A and B must.indeixjiidentlyoi C,form the sjiectrum of the radiating 
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clectroriH. But such a spectniin, shown by the thick lino, is quite inconsistent 
with the cascmie tlieory (Heitler 1937). This theory shows that for E > E^, 
wiiore s: I *3 X 10* o- volts for air, the number of rays between E and E + dE 
falls off about as K * ®, but for E<EQis nearly constant, that is more, as is 
showTi by the horizontal dotted curve We conclude therefore that the 
radiation theory can only explain the part B' of group A, but not the restC', 
which must therefore be rccrmteil from group 0 It follows that the rays 
of the jienotrating grouji, whatever their nature when energetic, are 
apparently absorbcil like electrons when their energy falls much below 
2x10* e-volts 
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7. DIBKCT KVTUEM’E for the rilANOE OF EAUIATION LOSS OF 
PKNETRATINO PARTICLE 

In onlcr to test directly the conclusion of the previous section that a |)eno- 
trating particle apfiarontly becomes an electron when it slows down, a series 
of photographs was taken with three <-oiinters over the chamber, and lietween 
them a load absorber, either of .'> or lii cm thickness. Tins absorlier must 
cut out completely the absorbable rays (except for a few of liigh energy, 
which will apjwar as showers), letting only the penetrating rays reach the 
(ihamlier. Thus if any ray enters the chamber singly with energy less than 
about 2x10* e-volts and is absorbed by the 2 cm. gold jilate in the normal 
manner for electrons, it is proved that a penetrating ray has become, or 
has given nso to, an electron The single tracks taken with this arrangement 
are included in Table II, showing the results with the gohl plate, and are 
those markeil with an asterisk. It will be seen that there are four rays, which 
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have traversed the lead plate, but which stop in the gold plate. One would 
only expect a few of such rays, since the chance that a ]jenetrating particle 
will emerge from the lead plate just in the nght energy region is quite small. 
These results, though few in number and therefore only of a preliminary 
character, give therefore some direct evidence that a {lenetrating ray actually 
liecoines absorbable like an electron as it slows <lowu. 

Since the niiinbcr of normal radiating electrons observed in our exjieri- 
ments is only a small fraction of all the rays, it follow s that the experimental 
curve (fig I ) giving the dejiemlence on energy of the energy loss of all the 
rays, actually represents fairly acciiiately the energy loss curve of the 
penetrating rays alone. Whether this change of their property of radiating 
energy happens gradually or suddenly can only bo settled by further experi- 
ments On the whole, the existing evidence suggcsls a fairly rajuil, but not 
discontinuous, rise of radiation loss as E falls Iwlow 3x 10“ e-volts It is 
jxissihlo that the full radiation loss of an electron is not obtained till its 
energy is less than 10“ e-volts 

Each penetrating ray, wJieii it reaches an energy of less than 2x10* e-volts 
will produce a small shower, since it then liehaves like a radiating electron 
'J’his may lie the origin of the smaller showers, observed by counter exjieri- 
ments to be duo to the hard com|K>nent. 


8 DlS('lI.SSIO\ OK THK I'OSStBMC NATUBK OF THE PENKTRATINO RAY.S 

Clearly the first demand, w'hich any hypothesis as to the nature of the 
(lonotratiiig component must satisfy, is that it must explain the observed 
rapid change in the behaviour of the particles when their energy is about 
2-5 X 10“ e-volts. It will be c.ssential to discover whether this change is 
sudden or gradual, and whether the energy at w^hich it occurs varies with 
the absorber Recent results by Wilson (1938) apjiear to show a somewhat 
less rapid variation with energy in copjier than in lead, hut the variation 
with atomic number Z is not nearly as large as was suggested previously * 

• In a previous paper Him kett an<l Wilson (1937) shnwisl that tho olisorvtxl varia- 
tion of tho mean onorny loss with «-iu>rjjy wns in rough ugrooiiifnt with a tciitativo 
theory of Nonlhcun (1936). to i-xpliun the then supjiom'il breakdown of the radiation 
loss of all cleetrons 1 aiii mdehted to Dr K J Wilhaina for pointing out to mo Uiat 
an uIh>niati\o theory put forward previously by him (1934) ^be n'sulta for leml 
emmlly well, and the now ivsiilts for lighter elements much bi'tti'r For tho former 
thiHiry gives a largoehango of radiation propi'rty with X (/!,’„ * ^ 5 "*/*), and the latter 
a muoh smaller variation (A’c « X Thccarlier results with ahiinmium, which sup- 
ported the foniier expression, had a rather large pmliable error and were probably 
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It IS clear that the jjenetratmg rays cannot be heavy electrons of constant 
rest mass, or of any mixture of such heavy electrons, since the mean radiation 
loss varies rapidly. They might, however, consist of heavy electrons with 
a vanable rest mass, for instance “excited" electrons which go to their 
normal state when their energy drops below the critical value. Alter- 
natively, the heavy particle may in some way give rise to, rather than 
liecome, the light particles. It is obvious from relativity considerations that 
the change ot projKirty cannot occur in free space, but must occur dunng 
some tyfio of collision. 

To explain the rather rapid change of projierty with energy, one might 
[xistulato some new kind of resonance phenomenon between the fiartlcles 
and the nuclear fields of the absorbing atoms This resonance would then 
have to occur for a i*ntical energy E , , which probably increases slowly as the 
atomic niimlKT Z decreases, 

A rather strong argument for the assumption that it is a (bflerence of 
mass which distinguishes the two types of particles, lies in some results, 
which will he dosenbed elsewhere, which show that though the radiation 
from these particles m small, their scattering agn'os with the theoretical 
value for very fa.st particles Much the siiiiplast way of reconciling a sub- 
normal radiation loss and a normal scattering is to assume a greater mass, 
since other jwssible ways ol reducing the radiation loss are likely also to 
reducxj the scattering. 

This tyjie of explanation will only be plausible if the change of projK'rty 
of cacli particle [iroves to bo sudden If tho gradual change shown in fig 1 
really represents the lichaviourof the individual jiarticles, suoli an explana- 
tion would be untenable 

From fig J it is seen that the radiation loss of the jienetrating rays falls to 
about 1/16 of that for electrons, or perhaps less, for energies of about 
4x10“ e-volts. This gives about four times the electronic! mass as the lower 
limit of the rest mass of the [larticles in this energy region. It seems im- 
probable that they can be heavier than say, 100 times the eleotronic mass, 

given undue weight (see Wilson 1938) Tt is however doubtful if Williams’ thoor>' is 
capable of explaining the very rapid fall of R now nlwervwl 

added in proof In a roi-ent paper March (1937) has given an explanation 
of the observfHl droji in the energy loss, as imlicatuig that there exists m nature a 
lower limit y for the wavelength of a photon that oan react with matter at rest. 
From the observed entical energy of alxiut 2 x 10 * o-\olts, it follows that y 2 r,, 
whore r„ is tho classical radius of the electron. This thixiry is then*foro clowly 
related to tho suggestion of Williams (1934) that tho breakdown of tho radiation 
loss is coiinectcil with the elassieal electron radiiM But since tho theory must apply 
to all electrons, it is ineonsists-nt, unless further assumptions are made, with the 
facts oxplainod so well by tho theory of oaacado showers.] 
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since momentum oonsKlerations would then prevent them giving rise to 
sufficiently fast electrons to explain the group C' of fig. 6 

Whatever the mechanism of the change ol radiative property, it must 
occur without ahnorinal scattering, since the observed scattering is, at 
any rate, approximately normal at all energies From considerations of 
momentum and energy transfer, no simple collision mechanism can easily 
be imagined which will transform a heavy jiarticle into a liglit one without 
appreciable scattering 

If, os is possible, the energy loss h ill lie found to be a continuous function 
of the energy of the particle, one will lie forced to some other ty {kj of ex plana- 
tioii, [KThaps to one m which the |)cnetrating rays are supposed to bo of 
electronic rest mass, but are distinguishable from ordinary electrons by 
some new physical projierty having the effects of making the radiation loss 
a function of energy Such a theory would then resemble closely the various 
breakdown theoiies discussed in the former paper, m that these theories 
were forniiilated to e\|)lain the then supposed vanation of energy loss of 
electrons with E and Z It is now, however, clear that, if any rays obey such 
a “breakdown” theory, it is the (lenetrating rays alone (that is, on this view, 
the abnormal and not the normal electrons) Of course the supposed 
mechanism behind the variation of radiation projiertv with energy would 
have to be altered, so as to dc|)end on the unknown physical profHirty 
distingmshing the jicnctiatuig rays from the normal electrons But some 
new mechanism, not contained in the present structure of (pianturn 
mechanism, is certainly iiciicssary to explain all the facts. 

9-1. ThK FRACTIOM of I’OSMIC RAY.S at SKA-LRVKn Wlfiril ARK 
RADIATTVQ Kl-Kl’TROXH 

The fraction of the rays »n oir which are normal electrons is much 
less than is indicated by the spectrum of absorbahlo particles with 
3 x 10 ** e-volts <^<2x10® e-volts in fig 5 For the photographs were taken 
under lead, and further all counter systems are strongly selective for 
showers. An independent estimate of the upper limit of the fraction of rays 
in air which arc electrons, («n be obtained from the observed number of 
bursts For, on the cascade theory, almost every energetic electron will 
produce a burst 

For instance, from the data given by Ehrenberg (1936), it can be calculated 
that the ratio of the number of bursts, with more than ton rays, to the number 
of singles, is btetween 5 x 10 ♦ and 10 ®. Again, from the data given by 
Montgomery and Montgomery (19350, fig 3 ) the ratio of bursts (W> 10) 
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under a 1 (stn lead plate to singles, is found to be rather less than 10~®. 
As a rough result we will therefore assume the ratio to be 10“* for a lead 
plate 1-2 cm thick 

Now from the data given by Heitler (1937), a shower of ten particles is 
pnaluced in a lead plate of thickness 1-2 cm {I - 3) by an electron of energy 
parameter 1/ - 5-2 Since the critical energy for lead is 1 0’ o-volts, this value 
of y = log(A7/!?o) corresponds to an energy of 1-8 x 10“ o-volts Since all 
electrons of higher energies will produce larger showers (neglecting tluctua- 
tions), the fraction of the cosmic-ray beam which consists of electrons with 
energy greater than I 8x10* e-volts, must be equal to the numlier of bursts 
with N> 1 {), expressed as a fraction of the number of singles, this ratio is then 
about 10“ To obtain the total number of electrons with > 3 x 1 0* e-volts, 
weean use the theoretical energy fhstnbution given by Heitler(7937, p. 276). 
Tills is, that the number of electrons with energy greater than E is roughly 
proixirtional to Thus the number of electrons with E>Sx 10* e-volts 
IS 10-“( 18/3)‘ “, that is about 1*5 •)(, We conclude therefore that at sea-level 
in air the fraction of the rays which are normal electrons (or ixisitrons), 
with energy greater than 3x10" e-volts, is not more than l-5%. This 
estimate is an upjier limit, as some of the observed bursts are probably 
produceil by the penetrating conqxment 
It is interesting to compare the energy siicctrum in air of the absorbable 
and the iienetratiiig rays As is mentioned in §6, the siiectnim (that is the 
numberwl rays with energy lietween K,E+dE) of the former should be 
roughly constant for A' < 1 -3 x 1 0* o-volts and should then fall off about as 
or according to Carlson and ()p|ienlicimer (1937) os 
Now from Table 111, and from the results given by Blackett (19370), 
the spectrum of the penetrating rays is seen to lie nearly constant for 
A’< 10“ e-volts and then falls off about as or rather faster Thus the 
sjiectruiii of the penetrating rays is rather similar to that of the electrons, 
but the value of the energy at which the cliange of slo|ie occurs is about 
seven times larger 

Since the number of energetic olectnms at sea-level is very small, it 
follows tliat the observed absorption at sea-level, except for small thick- 
nesses of absorbers, is almost entirely due to the penetrating coin|)onent 
Thus the results obtained by Blackett (1937ft) ^he energy loss of all the 
at sea-level, by comparing the obsorveil absorption and energy siiectra 
refer, effectively, only to the jiunetrating comiHinent, anil are very little 
affected, except for small thicknesses of absorber, by the presence of the 
few energetic electrons. Since it is probable that the straggling of the 
penetrating conijionent is small, the calculated energy loss, which is based 
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on the assumption of a range-velofity relation, should be reliable. Thus the 
moan features found, particularly the sudden drop in energy loss to nearly 
the ionization value for Kst'2 5 x 10* e-volts, and the subsequent slow rise 
again for E > 10*® e-volts are probably reliable iridioations of the behaviour 
of the penetrating component It must be rememliereil that the comixment 
IS certainly c.omplox, as it undoubtedly contains a fairly large fraction of 
protons. The fact that the energy at which the sudden fall of energy loss 
occurs is about equal to 2Jf 6’*, where M is the mass of a proton, suggests 
fKissible thoones of the effect (Blackett 1936). 


9-2, EvIDENCB for the validity of the RADIATION' KOKHULA 
FOB HEAVY ELEMENTS 

Some support for the validity of this formula for electrons in lead up to 
very high energies can be obtained by companng the theoretical energy 
distnbution giving the number of rays with energy greater than E, 
y{E)oz E~r, where, as above, y is of the order of 1'5, with that obtained 
from the observed distribution of bursts 

Montgomery and Montgomery (1935a) have shown that the number of 
bursts with more than iV rays under a I cm lead absorber, is [iroportional 
to N where « is about 2*2 Now from Table IV of the pa|>er by Bhabha 
and Heitler (1937), it is seen that for f - 3 (1-2 cm Pb), the number of rays 
in a shower duo to an electron of energy E, can be represented approximately 
by NccE'i, where for .»/ = 5 (E — 10® o-volts) and 9=0 4, for 

1/ = 10(A;= 10** e-volts) The number ofelectrons with energy greater than 
E must tlierefore bo pro|>ortionnl to E-^" .Since according to the cascade 
theory the number should bo proportional to E * ® we should have qs = 1-5 
Actually, putting s = 2-2, and q equal to 0-0, that is to the mean of the two 
values given above, we get « = I 3, in good agreement with the theory. 

For thin absorbers (I small) we should exfiect from fig 4 of the ]m|K'r by 
Bhabha and Heitler (1937) that q should be smaller than the hgiircs given 
above; thus s should be larger This explanation is in agreement with the 
results of Montgomery and Montgomery (19356), who find for a magnesium 
absorber a value of s considerably larger than 2 2. 


I wish to express my gratitude to Mr J C. Wilson and Mr A. H Chapman 
for their invaluable help 1 am uidobteil also to the Clovernment Crants 
Committee for a grant for apiiaratiis. The w ork was carried out at Birkbeck 
College, Ixmdon 
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Summary 

1 Further mcoaurementa of the energy loss of (^smic rays in metal plates 
have confirmed the former results of Blackett and Wilson (1937), that very 
nearly all the rays with A’<2x 10" c- volts are apparently electronic m 
character. 

2 A reinterpretation of the data for higher energies, where the mean loss 
18 quite small, in the light of the cascade theory of showers, has confirraerl 
the conclusion of Nerldermeyer and Anderson (1937) that there are probably 
present a tew energetic, but absorbable, rays which can kudontified with fully 
radiating electrons The ]X!netrating rays, which at sea-level are in a large 
majority, cannot therefore be normal electrons 

3 It is shown by indirect argument from the sjiectriim, and by direct 
oxiienmcnt, that these penetrating rays become indistinguishable from 
electrons when their energy falls much below 2 x 10* e-volts. 

4 It IS pointed out that the main re*iuiromcnt ol a theory of the jieno- 
trating component is to explain this striking property. Various possible 
theories arc discussed, and it is shown that there are two mam tyjios of 
liossible explanation The first is that the particles are heavy when energetic, 
but change their mass suddenly, during colhsions with nuclear fields, perhaps 
through some tyjie of resonance effect, when their energy falls below a 
critical energy. The second is that in which the penetrating rays are sup]X)8ed 
to have the electronic rest mass, but arc distinguishable from normal elec- 
trons by some unknown projierty which has the effect of making their 
radiative energy loss vary with their energy and the absorber, in a way 
rather similar to that given by the various theories previously put forward 
to explain the then supposed suppression of the radiation loss of normal 
electrons Further ex penraents will be required to distinguish between these 
possibilities. 
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Thii continuous absorption spectra of alkyl iodides and 
alkyl bromides and their quantal interpretation 

By i). PoilRBT AND 0 F. Goodevb 
From the Sir William Ramsay and Ralph Forster Laboratory 
of Chemistry, University College, London, W 0 . 1 

(Communicated by F 0 Donnan, FR 8 . — Received 22 Ociober 1937) 

In recent years a number of continuous absorption Bjicctra of diatomic 
molecules have been examined in ortler to determine the potential energy- 
distance curves for tho excited states. Gibson, Rice and Bayliss (1933) and 
Bayhss (1937) applied the methods of quantum mechanics to tho chlorine 
and bromine siiectra respectively and Stuckelberg (1932) treated tho oxygen 
contmuum in a similar manner The H])oclra of hydrogen bromide and iodide 
were analysed by Ooodeve and Taylor (1935, 1936) The method of treat- 
ment has recently been extended and applied to the methyl bromide 
spectrum by Fink and Goodeve (1937). 

In the jiresent pafier, recently published measurements for methyl 
iodide (Porret and Goodeve 1937) are analysctl and compared with new data 
for ethyl iodide. Tho spectraof cthjd and butyl bnnnides have been measured 
and compared with that of methyl bromide. 

1. ThR QUANTA!. 1NTKK1*HETAT10N OP THIS METHYL lOUlDE CONTINUUM 
(a) Outline of melhoil 

Tho extinction coefficient, which is the probability of absorption of a 
quantum of light by a molecule, is dotenniiied by the eigenfunctions of the 
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initial and final stateM and by the dipole moment asHociated with the 
tranHition. From known potential energy curvoa, it is easy to calculate the 
approximate extinction coefficients for the ilifferent frequencies, but direct 
calculation in the reverse direction is impossible in practice. To determine 
the potential energy curve for the upper state, one has first to calculate a, 
the absolute extinction coefficient, as a function of r, the intern uclear 
distance, by quantal methods. By comjiarisou with the ex^xirimcntal curve 
for a in terras oi frequency one obtains the required relation between the 
potential energy (expressed as the fretiuency interval from the zero point 
energy level of the ground state, plus the zero [mint energy) and r. 

The method of calculation of the a-r curve is described in detail by Fink 
and (loodove (1937). a la given by the equation 

= ( 1 ) 

where is the frequency, anil xlr" the eigenfunctions of the upfsir and 
lower states, M the dipole moment and K a constant. As the nuclei represent 
practic.ally tlie whole moss of the atoms, the variation of the nuclear eigen- 
functions IS generally the determining factor in the value of the aliove 
integral All the other terms may, therefore, be assumed constant and one 
may write 

* = ( 2 ) 


It 18 found that lor alkyl halides, and for the range of extinction coeffi- 
ments with which we are dealing, molecules jjossessing vibrational energy 
up as high as the third quantum level, play a part in the absorption. The 
eigenfunction curves of the levels of the ground state can be calculated by 
means of well-known equations The one of the upiier state can bo obtained 
according to the Wonzel-Kraniers-JIrillouin approximation from the 
solution of the wave equation 






( 3 ) 


whore k' is the slo^ie of the upper potential energy curve, /i the reduced mass 
and x' the internuclear distance, dofineri here by x' = r-r,. The slojie, k', 
can 1 h 3 calculated by means of the approximation used by Goodovo and 
Taylor (1935) which gives accurate values of the slo^ie for small values of 
x’ (see Fink and Goodevo 1937, section 4 ). 

Tlie value of can be determined by calculating a^, the probability of 
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transitions from the zero vibration level, multipl)ring this by the partition 
fraction for this level, /g (i.e. the fraction of the molecules in this level), and 
equating the maximum value of Og/g to the maximum of the exiienmental 
extinction coefficient curve. For the region of the maximum the zero 
vibration level is solely responsible for the absorption. K-^ has the same 
value for all transitions between the two electronic states, so far as the 
assumptions in equation (2) are valid 

For methyl iodide the variation of the frequency throughout the band 
is small and sufficiently accurate values for use in equation (1) can be 
obtained by application of the method of analysis used by Ooodeve and 
Taylor (1935). 

For any particular frequency, the observed extinction coefficient is the 
sum of the probabilities of transitions arising from the various vibrational 
levels in the ground state, each probability being miiltiphed by the appro- 
priate vibrational jiartition fraction. Before making the summation one 
has to take account of the fact that the transitions do not involve the same 
frequency for a particular value of x' (see equation (17), Fink and Goodevo 
(1937)) Furthermore, the eigenfunctions of the ground state have been 
calculated for a harmonic oscillator. The formulae for an anharmonic one 
are very complicated, but a partial correction can be made by shifting each 
of the curves so that its centre corresponds to the mid-])oint of the 
appropriate vibration level (see fig. 3) Details of the method of applying 
these oxirrcctions are given by Fink and Goodeve {1937) The corrections 
having been matle, the total extinction curve cian l>o calculated in terms of 
x' and, by comparison with the experimental one, the upjjer jiotential 
energy curve can be drawn. 


(6) Application to methyl iodide 

As with methyl bromide, the spectrum of the iodide can bo considered 
as arising from a diatomic molecule ((’Hg) ~I The necessary data for methyl 
iodide are given 111 the table, section (4). The value of the slope, k’, to be 
used in the solutions of equation (3) was found to bo — 3-8x 10* wave- 
numbers jier A or -7-47 x 10“* ergs |K!r cm. The eigenfunction curve for 
the level corresponding to x' — 0 is shown in fig 3 The integration of 
equation (2) was conveniently replaced by a summation and the procedure, 
as described above, carried out. 

The partial extinction coefficients (as logarithms) for transitions arising 
from the first four vibration levels (at 20" C ) are shown in fig. 1, plotted 
against the value of x'. The <'urve for the total extinction coefficient is also 
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shown (curve I). Comparison of this curve with the observed extinction 
coefficient curve, shown by the full line in fig. 2, gives curve 1 in fig. 3 as the 
upper |X>tential energy curve. In fig. 3 are also shown the lower potential 
energy curve and the first three vibration levels with their eigenfunction 
curves in arbitrary units. 

It will be seen that this analysis leads to an upfior [lotential energy curve 
with a marked jxiint of inflexion, the repulsive force actually increasing 



in A 

Vio 1. The extinction coeflSciont calculated as a 
function of the carboii-iodino distance 
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with increase of nuclear separation A close examination of the approxi- 
mations used m the analyses has revealed no likely source of error whi(;h 
could account for this result. It may bo that the absorption band is in reality 
a double one, i e. transitions to two separate up{)er states occur in the same 
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Fro. 2. The ebservoil extinction cooffieieiit ourvo of methyl lodido and tho 
pro{)ustHl resolution mto two bands. 

region of the sjiectrum The point of inflexion may in fact be removed by 
resolving the extinction coeflicient curve into two parts, as shown by the 
broken lines in fig. 2. By companng curve 1 in fig. 1 with the principal band, 
A, shown in fig. 2, an upper potential energy curve shown by the broken 
line, curve A, fig. 3, is obtained. It may be seen that this has the normal 
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8ha{>e The approximate position of the upfjer potential energy curve 
corresponding to tlie B band is indicated by curve B, fig. 3 . 

The argument that leads to the conclusion that the band is double is 
easily seen by inspection of the two curves, I, fig 1 , and I, fig 2. The former, 
the calculated curve, is curved throughout its whole length, whereas the 
latter, the cxjicrimental curve, has a marked straight part with a slight 
depression. 


(c) I nfluenre of temperature 


Some observations were made of the extinction coefficient at 100° C 


The results were as follows. 

Froquoncy log,« a, 20“ C. 
cm Obaervod 

20.200 2ZI3 

29,800 22 51 

30.200 22 75 

31,000 2T 23 


login a, 100“ C. 

Obacrvwl C'aIculato<l 
22 47 22-99 

22 83 ZT31 

21 03 21 40 

2T44 21 83 


The values given in the last column are calculated assuming that the band 
is a single one, i.o. that the potential energy curve I, fig. 3 , is the correct one. 
The observed extinction coefficients are about throe times smaller than the 
calculated ones, from which it is to be concluded that the band is not single, 
(’alculations based upon the resolution of the curves os shown m fig 2 
yield results in agreement with the observations, but, as the observations 
were maflo at two temperatures only, this agreement cannot be considered 
as a quantitative confirmation of the resolution os shown. 


(d) Discussion 

The presence of two bands for methyl iodide brings its siiectrurn into 
conformity with those of the inorganic nxlidcs (see Porret and Goodove 
1937). It would ap[)car, therefore, that the A band leads to dissociation 
giving an excited *Pj iodine atom and a normal unexcited methyl free 
radical, whereas absorption of light in the B band yields products both of 
which are unexcited. 

It IS of interest to note that Mulliken (1935) discusses arguments which 
suggest that the observed continuum of methyl iodide is complex. 


2. The extinction coEKKiriENTs ov btiiyij iodide 

The continuous absorption spectrum of ethyl iodide has been studied by 
a number of observers in order to obtain the position of the maximum or the 
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“long wave abHorption limit” (Scheibe 1925, Tnxlalo and Wallace 1929, 
Iredale and Mills 1930, 1931, Emschwdler 1930, Hukuinoto 1932; Scheibe, 
I’ovenz and Lindstrdm 1933) According to Irodalo and Mills (1930) and to 
Hukurnoto (1932) the hrnit corresponds to a dissociation into a — UjHj 
radical and a loilme atom. It is now well known that such a conclusion 
i-annol bo drawn, as tlio limit of the absor[)tion shifts towarrls the re<l when 
the pressure or the length of the absorbing column ls increased 

Pure ethyl iodide supplied by the Biitisli Drug Houses, Ltd , w'as used 
after being fractionated three times and dried with PjOj. The measurements 
wen.' earned out exactly as for methyl iodide (Porret and (looilovo 1937) 
The nieasurements ot the molar and absolute extinction coefficients, 
defined by the equations 

respectively (/ being the length in cm and c and n being the concentration 
expressed in g mol. jicr litre and in molecules |)cr c c resjicctively), are 
plotted as their logarithms in fig. 4 The curve for nietliyl iodide is show'n 
lor conipanson. 

3 ThK EXTI.NITION <'OKKKirTENT.S OF ETHYL A\T) lltTTYT. BROMIDES 

Irodalo and Mills (1931) have measured qualitatively the absorption of 
ethyl bromide, but no measurements of the absoriition of the butyl com- 
fioiiml have been rccordotl 

Pure bromides supplied by the British Drug Houses, Ltd., were used 
and mcasun'incnts made us for methyl iodide 

'[’he results lor ethyl bromide are indicatcil in fig t by the oix*!! circles 
and the broken line and tliose for butyl bromide by the black circles and the 
dotted line 'I'lio curve obtained by Fink and Goodove {1937) for methyl 
bromide is shown tor comparison 

4 The inklubxoe ok the cahbox chain 

It will 1)6 seen from fig 4 that the extinction coefficient curves are prac- 
tically unaltereil by an increase in the length of the carbon chain This, at 
firet sight, IS surprising, as the increased mass of the alkyl grouj) might be 
exjiected to influence the shape of the band The coincidence between the 
curves, however, can be oxiilained by a consideration of the structure of 
the molecules and of the fundamental vibrational frequencies. 
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At room temperature the methyl groiij) can be treated aa a unit of mass 
15 because the vibrations involving movement of the hydrogen atoms with 
respect to the carbon are relatively unexcited. For ethyl and higher halides 
the alkyl group does not, however, behave as a unit This is indicated by the 



Fn-qucnc'> -wrtVO-?uimh<TH 

Fig. 4 Obai-rvod cxiinctum coi'fficH'iils Kthyl icxlido, oontunioiw curve I, 
Methyl lodiclej O Klhyl broiiiidi', • Hnlyl bromide, fotitimious cur\o II, 
Methyl brotiiidc. 


presence of low iundameidal freipioiicies corresponding to vibrations in 
which the separate carbon atoms move indivulually towards the halogen 
atom (Kohlrausc-h 193 1 ). Owing to the /.igzag struct urc of the carbon chain 
and the low angular restoring forces the second and subsetiuent carbon atoms 
exert little restriction on the movement of the first. This is seen by an 
inspection of the mrbon -halogen frequencies in a homologous senes as sot 
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out in the table, column 2. Tine frequency changes only slightly on passing 
from methyl to ethyl halides and rcmams practically constant for the higher 
members oi the series. If the alkyl group vibrated as a whole the variation 
would be much larger. Assuming that the force constant, F, of the carbon- 
halogen bond is the same for all the members of an homologous series, an 
“effective ’’ reduced mass can lie calculated from the fundamental frequency 
from the equation 


The values given in the table, column 3, are obtained m this way and are 
the better ones to use in ajiplying the above method of analysis to the ethyl 
and higher coniiKiunds as they take account of the slight restriction in the 
movement of the carbon atom of the carbon-halogen bond From the small 
variation in the values of one would not exjiect much difference between 
the absorption curves of the various members of each series. 
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3-60 

72 ±10 
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40 
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fiOOt 

2 47 

3 06 

— 

93 6 

60 

0 39 

0 026 

CjHjBr 

670t 

2 30 




— 

— 

— 


667t 

260 








♦ Barker and Plyler (1935) 
t Cross and Daniels (1933). 
t Kohlraiiscb (1931) 

§ CalculnkHl dinwtly, ussuming CH, — ■ acts os a unit. 
II CalculnU'd from D, (see Jevons 1932). 


On the assiimfition that the upjier and lower potential energy curves are 
unaffected, the influence of an increase of reduced mass on an absorption 
siiectruin may bo deduced. Such an increase or, in fact any restriction to 
motion, ciaiises a “narrowing” of the eigenfunction curves, learling to a 
narrowing oi the absorption band. At the same time, as a consequence of 
normalization, the height of the maximum is increased. For ethyl iodide 
the increase m am,, should lie about 3 %. On the other hand the fundamental 
frequency to is reduced, resulting in a lower value of the partition fraction, 
fa, and a lower value of For ethyl iodide this lowering is about 1 %. 
These effects are smaller than the exiienmental error For the bromides 
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the maxima occur in a region of high ex|)enmental error and the email 
difference show n in fig. 4 may not lie a real one 
The effect of an increase of the reduced mass on the low'er jiart of the curve 
is more complex. Tlie narrowing of the eigenfunction curves produces a 
narrowing of the absorption curve, but the increase in the partition fractions 
of the first and higher levels produces a brootlomng A small additional 
narrow'ing results from the correction given in eiiiiation ( i 6) in the pajier by 
Fink and (loodeve (1937) All these corrections are small. The small difter- 
ences shown may be duo to any one of these causes or to impurities. 


5 (Conclusions 

The C'-I and C-Br absorption bands differ in that the former is much 
narrower than the latter 'I’ho upper potential energy curve associated with 
the C-T band is much less steep than that with the C-Br band, the values 
at x' = 0 being — 4 3 and — 7* I x 10* wavc-iiumbers |)or A resixictively. 
This is the major cause of the difference in the shaiies of the curves — the 
differences in the reduced masses and in the lower jxitential energy curves 
being small 

The slojie of the upjier potential energy curve is equal to the force of 
repulsion The lower value for the C-I link is to be exiicctedfrom the greater 
polarizability of the iodine atom and from the fact that the iodine atom is 
further from the carbon than is the bromine atom, the distances, r, , being 
2- 12 and I 88 A resfieetively (Sutherland 1937) The lower force of repulsion 
for the (’-I hnk in the upper state is to be compared with the lower force 
constant of the link in the ground state 

In the two homologous senes of compounds disimssed above, it is seen 
that the iiubviduality of the chromoplumc (light absorbing) grouping is 
retained in each senes over a very wide range of extinction coefficients. It 
follows that the absorption process with these molecules is localized in one 
jiart. This is in contrast with what occurs 111 dyes or other mesomenc systems 
where the absorption process is bound up with the molecule as a whole. In 
the absence of mesomensin, localization of the absorption is to be exjiected, 
but the jiosition of a band may bo affected by the presence of groups which 
disturb the electronic levels of the chnmiophonc grouping 

One of us (I). P.) wishas to express his thanks to the Swiss Ramsay Com- 
mittee and the Ramsay Memorial Fellowship Trustees for the awaitl of a 
Fellowship. 
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SOMMABY 

The extiiu'lion coefficient curve for methyl iodide has been analysed 
according to the methoil uwmI by Fmk and Goodove, and the existence of 
two bands has ixien dcrlueed The ujiiier poUnitial energy curves corre- 
sponding to tiiese bands have been determined. 

The extinction cociTiciontH of ethyl iodide and of ethyl and butyl bromides 
have been ilcterrnnied over a wide range. Influence of the carbon chain has 
been found to be small The conditions under w Inch chromophonc groupings 
retain their in<Iividuality have been discusscil. 
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The infra-rod absorption spectrum of 
rnothylene chloride 

By C Corin’" and G. B B. M Sitthiorlanu 
(Communicated hy R <}. IK. Kornsh, FR S Receuvd 2‘J October 19.S7) 

The absorption sjjei-trum of mctliylene chloride has boon studied over 
limited regions in the infra-red by several workers (Klhs 1926, [.leconite 
1933 , (Win 1936, Emschwiller and Ijecomto 1937) So far as we are aware 
it has never lieen investigated between 2-5 anil 7/i, although this is a very 
important region The [iresent paper describes a study of the absorjition 
of this sulistance in the liquid state between 2 and l2/<, which was under- 
taken with the following objects in view First, it was hojied that it might 
lie possible to resolve certain ddliciilties in the correlation of the infra-red 
with the llanian s|ieotruin of this molecule iiiiis Truriipy (1934) fioin a 
very careful examination of the Banian 8|)cctrum had made an assignment 
of the nine fundamental frequencies which did not admit of a reasonable 
explanation of a very strong absorption observed in the infra-red by 
Jxieomte (1933) near «// Before any reinterpretation of existing data 
could be attempted it was obviously necessary to complete the maj) of the 
siKsctrum between 2’!i and 7// and to contiriii liecomte’s work at X/i. It 
was also iiiifiortant to observe as many overtone and combination bands 
ns possible to provide data for verifying and testing any new assignment 
of the fundainental frequencies Secondly, it was chosen as a suitable 
molecule for the further study ol the assumption of independent gnmps 
(iSiithorland and Dennison 1935 , Me«-ko 1932) in computing the frequencies 
of a polyatomic molecule from a simjJitieil but still vety general potential 
function. Thus it is well known that ccrtein groups (such as CHg or CH3) 
in a molecule give rise to certam characteristic frequencies in the infra-red 
and Raman sjicctra of these molecules, being apparently practically in- 
dependent of the rest of the molecule Such frequencies are easy to identify 
in analysmg the vibration sjiec-truni of a ixilyatoraic molecule but the 
frequencies which arise from the vibrations of those semi-independent 
groups as wholes are not at all easy to assign and it is just those “mter- 
group” frequencies as opixisedto the ‘‘intra-group” frequenoies for which 
we have found a new method of treatment m this case Yet the method, 
* Aspirant du Fonds National do la Rcchcrclio Scientiiique. 
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which depends on an application of the isotope effect, is a very general one 
and should be applicable to many classes of jiolyatomic molecules. 

Experimental 

The siKJctrometer used was the well-known Hilger instrument D8.3. 
1'ho source of radiation was a Nernst glower, while the currents from the 
thermopile were measured directly on a very sensitive Paschen type 
galvanometer The spectrometer was carefully enclosed m a wooden box 
to minimize thermal disturbances The dispersing prism was of fluorite 
between 2 and and of rock salt between 8 and 12//. The wave-length 
readmgs on the drums wore checked with reference to the well-known 
atmospheric bands duo to water vapour and carbon dioxide, the prisms 
being set in position initially by using the sodium D lines No 8(iecial 
precautions w’ere taken to prevent vanations m the current through the 
Nernst filament since the latter was operated from a battery supply w'hich 
was very constant. For the majority of measurements the Paschen 
galvanometer mentioned above was employed, occasionally, however, the 
thermo-electric current was taken to a Kipp and Zonen Zc moving coil 
galvanometer the deflexions of which were amplified by a photo-electric 
relay of the tyjie descnlied by Moss (1935) This made it possible to work 
with very fine slits in the examination of the contours of certain bands. 

The absorption cell employed is shown diagrammatically in fig 1. It 
enable/1 one to vary the thickness of the layer of from 0'007 to 

1 mm Tlio liquid is contained in the space A between the rock salt wmdows 
B and C, which were 5 mm. thick and 20 mm. in diameter * These windows 
are surrounded by two rings, D anil E, the latter being separated by a 
third ring, F, the thickness of which determines that of the layer of liquid 
to be examined. The rmg D is provided with two tubes 0 and // which 
allow the liquid to flow mto the cell through the openings I and J. The 
rmg F (the internal diameter of which is a shade less than that of D or E) 
IS placed against the ring D so that the openings V and J' of the fonner 
corresjKmd to I and J of the latter The nng E is identical w'lth D except 
that it has no tubes. These three rings are held together by screws through 
Nj, A'j, Nj and K^. The rock salt plates are next place/1 on either side of F 
and the whole jiresse/l together tightly by means of two larger metal rings 
A and M, lead washers bemg put lietween D and L on one side an/1 E an/1 
M on the other The thickness of D (and of E) was just a little less than 

♦ Wo arc iimcli iiidoliU^l to Profossor Krrora of tbo University of Brussels for the 
loan of these rock salt plates. 
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that of the rock salt plate. The cell was filled through either G or II, one 
being the entrance tulw, the other the exit for the air. This method provoil 
very satisfactory even for the smallest thicknesses. The whole was made 
of brass, except for the washer F which w'as made from brass, aluminium 
or copi>cr according to the thickness required 


G H 



In making the observations a preliminary run was done with the empty 
cell to ensure that the windows were jierfectly clean and to get an estimate 
of the percentage loss due solely to them. This was of the order of 16 %. 
Readings were then taken of the energy falling on the thermopile with, 
and without, the cell in tlio path of the beam to give the percentage absorp- 
tion at any particular wave-length Beyond 4// a glass shutter was always 
used for cutting oft the radiation from the thermopile to ensure that only 
the long wave-length radiation was being measured. The thickness of the 
cell varied from place to place m t he spectrum deixmding on the intensity 
of the absorption at the {larticular region It was chosen to yield a maxi- 
mum absorption at the centre of the band of fnmi 60 to 90 %. All the 
imiiortant bands were plotted on at least two indejiendent occasions and 
indications of weak bands wore confirmcfl or disproved by using thicker 
layers of liquid. The width of the entrance and exit slits wxre always the 
same and were always as narrow as would still yield reasonable deflexions 
They are indicated to scale for each region on its ajipropriate diagram. 
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Results 

Rotween 2 and 1 2/i we have obaervcd altogether twenty -six absorption 
bands of wJiieli sixteen (oeeiirnng lietweon 2-9 and Iji) are now, the re- 
maining ten having been already reported by earlier workers The apjiear- 
xnce of these bands is illustrated in figs 2 and 3, For oonvcnicnee of 
reference tlie various bands have been numbered begiimmg from those of 
highest frequency The thickness of the layer used is indicated on each 
curve in mm together with the slit width. The percentage absorptions 
jilotted are actually those observed and have not been corrected lor 
absorption and scattenng due to the cell alone. 




It will be observed that the most intense absorption bands occur at 
3-3, 7, 7-9 and IM/t, bands of medium intensity wore found at 4-3, 6-3, 
(1-5 and 9‘4/i, while seventeen very much weaker bands were observed at 
the iKisitions given in Table I The band at 3-3/t was found on using a 
smaller thickness of hquid and very narrow' slits to consists of two bands 
having their maxima at 3943 and 2986 cm Those observations are 
comiiared with the existing data on the mfra-red and Raman siiectrum of 
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this molecule in Table T. It will be noticed that in cases where the obser- 
vations overlap the agreement between the positions of the centres of the 
bands as reported by the different authors is qmte satisfactory, with the 
exception of the weak bands near 8-6 and 9-5// Even in these two cases it 
probably does not exceed the oxpeninental error, since the bands in 
question are rather broad and do not have a well-defined maximum The 
coincidence between the two strong Raman lines lymg at 3U43 and 2985 
cm and the strong absorptions at 3049 and 2986 cm is especially 
satisfactory. The most remarkable fact is that the strongest absorption 
band of all, viz that at 7-9//, has no counterimrt in the Raman spectrum. 
It is this which makes necessary the detailed discussion of the fundamental 
frequencies of the CHgtJlj molecule in the section which follows. 

Table I. The vibration .spErTRUM ok methylene chloride 
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Discussiox 

The molecule CIIjCl* has nine fundamental frequencies. These may be 
separatofl into three groups of three m a rough physical way by con- 
siflermg the molecule to be built up from a CH, group and a CCl, group. 
If we l(K)k at the molecule in this way then it is clear that the CH, group 
and the CCl, group will have each three fundamental frequencies, while 
the vibrations nf the CH, group as a whole with respect to the fX’l, group 
as a whole form the third group of three (Group 3) This methoil of splitting 
the molecule into semi-inde]>cndent vibrating groups has been shown to bo 
justified by Sutherland and Dennison (1935) and by other authors (Mecke 
1932, Kohlrausch 1935) Its great value is that it enables some of the 
fundamental freipiencies to be immediately identified. Thus the CH, 
group 18 well known to possess three fundamental frequencies, two of 
which fall near 3000 cm and the other near 1460 cm.~*. We are therefore 
fairly sure that the bands at 3049, 2985 ami 1430 cm.~' are the first group 
of throe fundamentals In a similar way one may pick out the three 
frociuoncies at 70f>, 736 and 284 cm ' ^ as the second group of three, con- 
sisting essentially of the vibrations of the CCl, group. The real difficulty 
comes when we try to say which are the other three fundamentals When 
the Raman spectrum of CH,Cl, was examined in great detail by Trumpy 
(1934) he found, m aildition to the almve six fundamentals (which he 
assigned in the same way as wo have done), three other Raman lines at 
898, 1060 and 1149 cm Since all of the nine fundamental frequencies 
of this molecule are permitted m the Raman effect, Trumpy concluded 
very naturally that these frequencies represented the other three funda- 
mentals. The objection to this assignment is that it leaves quite unexplamed 
the most intense infra-red absorption at 1268 cm.“*. This absorption is so 
strong that it can scarwly be considered to be other than a fundamental 
frequency. Even if one attempts to interpret it as a combination band of 
Trumpy’s fundamentals one meets with very serious difficulties siiU’c the 
only combination which it might be is 2^^.* That such a combination 
band should liave ixiwerful absorption is extremely unlikely and we 
jiroposo to accept the strong infra-red frequency at 1266 cm as one of 
the three frequencies of Group 3. The problem is now to decide the other 
two. 

We first notice that of the three Raman frequencies of Trumpy at 898, 
1060 and 1149 cm.~^ only one appears with any marked intensity m the 
infra-red this is the one at 898 era.- If wo accept this as the second of 
* Soo Tabic 111 for explanation of this notation. 
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the mitwing fundanientalu then it remains to decide between lUGO and 
J149 cm. ^ as the last. One must not neglect the jwssibihty that both of 
those frequencies (being relatively weak in absorption and m scattering) 
may bo overtone or oonibmation freciiicncies due to a low fundamental ui 
the neighbourhood of 500 GOO cm '^and Kmschwillcr and Lecomte (1937) 
have m fact made a suggestion of this kind. Since this region ot the 
spectrum baa not been investigated 111 the infra-red and was beyond the 
range of our spectrometer w'o have tackled the problem from tlie theoretical 
side and have been able to show that the possibility ol such a low funda- 
mental is most unlikely (see next section). If we rule out Lccointe’s sug- 
gestion, we consider that the frequency at lOGO «-m ^ is the correct one 
to choose 08 the remaining fundainental for the following reasons First 
of all, it is quite imjiossibic to interpret it m terms of any smqde com- 
bination of the other eight frequencies, secondly, it is jHissible to interpret 
the frequency at 1 149 cm m terms of the other eight frequencies in at 
least two simjile and reasonable ways, finally, we have lieeii able to 
estimate the apjiroxiinate value of this frequency as somewhere lietw'ccn 
910 and 1110 cm by a calculation which we shall now describe. 

'fllK LSOTOPK’ METHOD 

The mathematical treatment of the normal vibrat ions of a system of the 
tyjie YXjZg has not yet b(x*n given, and althougli it would lie possible to 
extend the treatments given of simpler molecules to this type, the process 
would be extremely laborious and of no small difficulty since it would 
involve the solving ol a ninth onler detciimnantal equation 'I'hc results 
obtained would also Ik* de|)endent 011 the tyfie of [Mitential function as- 
sumed so that at liest one might only obtain a somewhat forced agreement 
between calculated and observed freipjcncies It occuireil to us that a 
relatively simple ap])roximatc treatment might be made to yield rough 
values for the frequencies by regarding the (M atoms as heavy “isotoiies” 
of hydrogen ot mass 35 and then employ the equations for the isotofie 
effect in 0114 which have been derived by Itosenthal (1934) Of course 
the values one obtains for the three frequencies will be too high since the 
('-Cl force constant is afipreciably smaller than the C-II forc-e constant 
which has lieen taken in its plar-e To get over this difficulty we have also 
calculated the same thn*e frequencies looking on the liydnigcn at^uns as 
light “isotopes” of the ('1 atoms and using the potential constants of the 
(XJli molecule given by Vogo and Rosenthal (1936) This will give too low 
a value for the frequencies smc.e the (1-Cl ton* constant has been used 


Vol CLXV A 



60 


C. Corin and G. B. B. M. Sutherland 


for two bonds in which the real force constant is somewhat higher We 
hoped that the difference between the upper and lower limits thus obtained 
would not l)e too great so that a corndation might bo made with the 
observational data Table II shoAis that the experiment has lieen more 
successful than one might have imagined Thus, using Rosenthal’s nota- 
tion, Me find that the highest of the three should he lictwotm 1205 
and 1081 cm. ^ This w« identify with the strong infra-red band at 1206 
cm The lowest is to be oxfiectcd lietween 720 and 843 cm ^ this 
we associate with the freiiuoncy at 898 cm The iniddlo one (Wjo) should 
apjiear between 910 and 1 108 cm ^ and uould thci-ofore correspond more 
closely to the frequency at 1060 cm ‘ than to that at 1150 cm. ‘ While 
this evidence for the assignment of tlie three group frequencies could not 
1)6 regarded as conclusive in itself, when taken into consideration with the 
remarks above concerning intensities, it would apiicar to be the most con- 
sistent correlation of the spectrum yet offered. 

Tabi.k 11 Thk mktkylknk chloridk frkquknciks of group 3 


Dosigrintion 

C'alculalod values 


Hom'iithal’s 

I’niHcnt 

lT|)|x'r 

Power 

Kxfieninontal 

nutaliuii 

notHUou 

hiuit 

limit 

values 

<‘>u 

<0, 

1296 

1081 

1266 


w, 

1108 

910 

1060 


(0^ 

843 

720 

896 


It remains to sliow that the other bands can lie interjireted in terms of 
the nine fundamentals we have now chosen That this can reuxlily be done 
IS shown in Table III. 'I’iie mam difficulty is to account for the frequency 
at 1150 cm This would apfiear to be either the addition band w, -1-^, or 
the difference band cm or possibly a super^iositioii of both of them, 

since the band appears to have two maxima in the infra-red and in the 
Raman sjuM-trum there seems to be more iiiwertainty about its exact 
magmtudp than is the case with the other frequoneies Why this should be 
the only combiiialiun band to apfioar in the Raman siioctrum is not at all 
clear. All that we can say here is that a similar phenomenon has been 
observed for other jioly atomic molecules (e.g ethylene), and that the 
conditions dcterinining the apiK'aranco of overtone and combination 
frequencies m Raman sjiectra arc not yet understood As regards the other 
assignments m Table III we might remark that all of the bands with the 
exception of 4' and 8 have been aeeountoil for as simple combinations of 
not more than two fundamentals Since such siinjile addition bands are 
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those which are most likely to ap|)ear, our assignment of the fundamentals 
appears to gain additional evidence. Our attempts to account for all of 
our observed bands in terms of Trumpy’s fundamentals had not an equal 
measure of success In several eases wo have given only one assignment 
where alternative interpretations w'ere possible For instance, band 11 
might equally well be interpreted as 2w, and we have no reason for pre- 
ferring the assignment given in Table III unless that it gives a shghtly 


TaBLK III. OVKRTONE AND COMBINATION BANDS OK METHYliENB 
CHLORIOK 


Fiindamontals [Ki = 700 
arming frtiin i', = 736 
tho CCl, group = 284 

Dbserved 
frequency 
20 985 

18 1156 

17" 1192 
17' 1222 

1.5 1648 

It' 1582 
14 1613 

13 1792 

12 1984 

11 20.58 

10 21.37 

0 231.5 

8 2416 

7 2525 

6 2074 

1' 342.5 

4 3704 

3 3937 

2 1237 

1 4404 


Fundamentals fi’g = 2985 
arising from ] v^ = 3046 
the CHf group = 1425 


Awigninont 
Kl + 'Jl 

Vt + ^t 

2wj+^x 

2to, 

^l + W, 
Cj-H'.-J, 
"»+*'» 
*'«+<"! 


All fniqiicncios are given iii cm. 


Fundamoatala 
of Gnjiip 3 


f(i>i = 896 
|w,= 1060 

lw,= 1266 


Fnslictod 

frocjuenoy 

084 

1141 

1180 

1268 

1650 

1696 

1632 

1796 

2002 

2076 

2162 

2321 

2421 

2532 

2001 

3420 

3721 

3942 

4251 

4471 


better numerical agreement with the observed frequency. 'J’his is not a 
sufficiently good reason, however, for excluding one assignment in favour 
of another, since exact numerical agreement is not to be expected because 
of anharmomcity and interactions. We have not given all the possible ways 
of interpreting each band because we were only interested in showing that 
all the observed bands could bo accounted for very easily in terms of our 
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fuiKlamentals In actual fact there are only another two simple alternative 
assigntnents m addition to the one just quoted , they are . 

Band 13 as 2(0i, 

Band 10 as Vj + ig. 

It IV ill lie noticed that the numerical agreement between an observed and 
a jtredictcd frequency is within I or 2 except the band 17' the exact 
position of which is iin possible to determine since it appears as a shoulder 
on the very intense band 17. 
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Summary 

The mfra-red absoriition spectrum of methylene chloride bos been 
investigated in the liquid state between 2 and 1 2/t with a prism spectro- 
meter 'I'wenty-six bands have been observed of which sixteen have not 
been recorded before, the positions and intensities of the remaining ton 
agree well w'lth the works of other observers The most inijiortant fact 
which emerges is that one of the very intense absorption bands has no 
countcr[iart in the Raman K|)cctruni of this molecule. 'I’his has necessitated 
a new' assignment of the fundamental frequencies, which has been done 
jiartly by the method of indc|)endent groups and partly by applying the 
tlieory of the isot^ifie etfect m a molecule of the tyjie UX, The latter is a 
new and surprisingly successful method of formmg a rough numerical 
estimate of the iiiagiiitudu of certain of the frequein-ies of the LA'gZg 
molecule from a knowledge of the potential Constanta of the and YZi 
molecules The tw’eiity-.six observed bands are accounted for very simply 
in terms of the new set of fundamental frequencies. 
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On the velocity and temperature distributions 
in the turimlent wake behind a heated 
body of revolution 

By S Tomotika, D Sc 

Professor of Mecfmitcs, Osaka Imperial University, Osaka, Japan 
{Communicated by G. I. Taylor, FRS — Received 3 November 1937) 
Intbooitotion 

1 The calculation of the dwtnbution of moan velo(!ity in the turbulent 
wake behind a body of revolution in a uniform stream of an incompressible 
fluid was first carrieil out by Swain (1929) by usmg Brandtl’s momentum 
transport theory of turbulent motion The uniform stream was considered 
to be parallel to the axis of revolution of the body and the moan motion was 
assumed to be symmetrical aliout the same axis Swain further adopted 
Prandtl’s assumptions that for sufficiently high Reynolds numbers and 
at a sufficient distance downstream, there is geometrical and mechanical 
similarity in different sections of the wake, and that the values of the mixing 
length, I, at cornssponding jioints in different sections are proportional to 
the breadths of the sections. She also assumed, as done by Schlicliting (1930) 
in his discussion of the two-dimensional wind-shadow problem, that the 
mixing length I is (sonstant over any one section of the wake. 

Now, taking the i--axi8 along the axis of revolution of the body and the 
r-axis perpendicular to it, let the undisturbed velocity be denoted by U, 
Then, the x-component of velocity, u, m the wake may ho wntton as 


u = U — u*. 


( 1 ) 
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Swain’s analysis shows that the distribution of u* for the first approximation 
may l>o expressed in the form 

S = (2) 

Uq 

where v* is the value of u* at the centre of the wake in any given section and 
C = ^l^oi ^0 being the value of r at the edge of the wake. 

The distribution of temperature in the wake behind a body of revolution 
when the obstacle had been heated was not discussed by Swam, but 
according to the momentum transport theory of turbulence the distribution 
of tcni{H!rature across the wake is identical with that of velocity Thus, if 
0 denotes the difference in temperature between any point in the wake and 
that in the mam stream and also if 0^ denotes the value of 0 at the centre of 
the wake, wo have 

(3) 

2. In a recent paiierf, Goldstein (1935) has made an application of 
Taylor’s vort-icity transiiort theory of turbulence to the calculation of the 
velocity and temperature distnbutions in the turbulent wake behind a 
heated body of revolution which is placed, as in Swain’s case, in a uniform 
stream in such a way that the axis of the bcsly is parallel to the undisturbed 
velocity. 

Goldstein has obtained the equations of motion in cylindrical co-ordmates 
according to the vorticity transport theory on the assumption that not only 
the mean motion, but also the turbulent motion, is symmetrical about the 
axis of revolution of the body, so that the vortex lines are circles about the 
axis 

1’hcn, it has been shown that if, as in Swain’s case, the states of affairs m 
different sections at a sufficient distance downstream behind the body are 
assumed to be geometrically and mechamcally similar, and also if the values 
of the mixing length I at corresponding points in different sections are 
supposed [iroportioiial to the radii of the sections, there is no real solution 
at all when the value of I is constant over any one section of the wake. 

Further, it has been shown by Goldstein that if i*ocr- ", there are real 
solutions jirovided p is greater than unity. However, the assumption 

oc r " (p S 1 ) makes I infinite at r = 0, 1 e on the axis of symmetry, so that 
it is o{)on to criticism. Moreover, theresultsof Fage’sand Townend’sobserva- 
tions (1932 a, ft; 1936) on the turbulent motion in rectangular pipes as well 

t “On the velocity and tomjicraturw distributions in the turbulent wako behind a 
heated body of revolution” (unpublished). 
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aa ill circular pipes show that the ty|je of turbulent motion assumed by 
Cloldstein is unlikely to occur in reality. Thus, Ooldstein’s results are of 
rather small interest from the [iractical point of view 

In the present pajier an attempt is made to ajiply Taylor’s modified 
vorticity transport theory of turbulence to the calculation of both the 
velocity distribution and the temperature distribution in the turbulent 
wako behind a heated body of revolution which is placed m a umtorm stream 
such that its axis of revolution m parallel to the direction of the undisturbed 
veloMty. 'fho geometrical and mcchamcAl similarity is assumed, with 
Prandtl and (loldstein, for the states of affairs m different sei'tions at a 
sufficient distance downstream behind the body and also the isotropy in 
turbulence is assumed in accordance with the results of observations The 
theoretical curve of velocity distribution is compared with the observations 
of Schliohting and of ynnmons. 

The writer wishes to express his cordial thanks to Professor G. I Taylor, 
K.R S , for suggesting the present problem The calculations were mostly 
carried out in 1935 when the writer was working in (’ainbndge, Rngland. 


MoDIWED VOKTICITY TRANSPORT TIIKORY 

3, The modified vorticity transport-thoory of turbulence put forward by 
Taylor (1935, 1937) is based on the assumption that the components of 
vorticity are transferred unchanged by turbulence in the same way that 
momentum is transferrcil according to Prandtl’s momentum transjxirt 
theory. A portion of the fluid is conceived to leave a certain position with 
the vorticity comixments of the mean motion and to retain those components 
till it mixes with its surroundmgs after traversing the mixing length. 

Taylor has shown that, according to this modified vorticity transport 
theory, the equations of motion 111 rectangular co-ordinates are 


1 dp du dn da \ d -,y. 

p dj; dx dy dz 2dx 




together with the ecjiiations formed by cyclic iiermutation. 

In (4) {X, Y, Z) are the components of body force, p is the density 
of the fluid concerned which is assumed to be incompressible and p is 
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the average value of the differenee of the preswure from the hydrostatic 
pressure. {u,v,v>) are the velocity coinponents of the mean motion, while 
(u', v', w') are those of turbulence and (/'* = u'^ + v'^ f w'®. Also, (g, j), p are 
vorticity components of the mean motion, so that 


^ Sv _ du dw _ dv Su 

• ~ ?z' ^ ^ dz cIjt' ‘ ?x di/' 

and (S', y', ^') are the comfionents of the turbulent vorticity. 
Further, the equation of <*ontinuity is 


du dv dw _ 
dx ^ dy ^ dz 


(«) 


4 When the mean motion is symmetrical about an axis, as in the case of 
the moan motion in tlio turbulent wake behind a body of revolution which is 
going to be discussed in the present paiier, it will bo convenient to transform 
the e(]uations of motion into cylindru’al co-ordmates. 

Let (jr, r, 0) be cylindrical co-ordinates Assuming the mean motion to lie 
symmetrical about tlie x-axis, the x- and r-components oi \elocity of the 
mean motion will now bo denoted by « and a re8[)ectivcly without causmg 
any confusion. Also we denote by {u', v', w') respectively the x-, r- and 
<?-componcnta of velocity of the turbulent motion which is not assumed t<j 
be symmetrical about the x-axis, but is rather assumed to be isotropic at a 
sufficient distance downstream so that m'* = ti'® = ui'® 

Then, the equations of motion in cyhndrical co-ordinates of the modiiiod 
vorticity transixirt theory for the mean motion symmetrical about the 
x-axis are obtained by direct transformations from (4), together with (6), ami 
other similar equations When the fluid is free from body force, wo have 


3m du 
u^-+v 
dx dr 


3 /p 
dx\p 


+ W~‘)-h 


4 


d^ 

M 

3®«_ 

3r® 


3®w_\ 

dxdrj 


_3®i;_ 

dxdr) 




1 du 
r dr 


13M 

rdxj’ 


(7) 


together with one similar equation for the y-diroction, where 1,, Ig are 
the components of the mixing length I in the directions of the x-, r- and 0~ 
axes resjiectively. Also, p has the same meaning as before and 


5 '* = «'«-!- 1 ;'®+«;'®. 


The equation of continuity in cylindrical co-ordmates is 


(8) 
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Calculation of velocity distribution in the wake behind 
A BODY of revolution 

5 We consider a body of revolution in a stream whose umlisturbed 
uniform velocity is U parallel to the axis of revolution. If we assume that 
the mean motion m the turbulent wake behind the body is symmetrical 
about the axis, the equations ot motion according to tlie motiified vorticity 
transport theory are given by (7), together with one similar equation. The 
turbulent motion, however, is not assumed to be symmetiiml about the 
axis, but 18 rather assumed to be isotropic at a sufficient distance downstream. 

For a first approximation, at a large distance ilownstream m the w'ako w’c 
put 

u=U-u*. (9) 


Wo assume that u */ U is small, and we also make the usual assumptions of 
the boundary layer theory that v and its derivatives are small in com parison 
with M and its corresponding derivatives, and that dcnvatives with respect 
to a; are small compared with the (iorresponding derivatives with respect to 
r. Further, we assume that the derivatives of (pjp + Iq"^) may lie neglected 
for a first approximation. 

Then, under these simplifying assiiniptions the equation of motion (7) now 
gives the following cipiation for «* for a firat approximation. 


U 


du* 

dx 


, , dhi* , , 


1 0M* 
r <> • 


(10) 


If the mixing length is small and the turbulence is isotropic, as assumed in 

the present pa{)er, we have 

l^v' = lgW'. (11) 

Following Prandtl, we put 


l,v' = Igw' = V 


\ du* 

■ 


( 12 ) 


whore I is the mixing length 

Then, remembering that «* decreases outw'ards from the axis, we get 
ultimately 


V - 


da* / d^u* 1 du*\ 

‘ sj- 


( 13 ) 


6 Now, if D denotes the total drag on the body under discussion, it can 
be shown w'ithuiit difficulty that 

D = 2npu[u*rdr. (14) 
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If we asRUine that at corres^Mnding points of different sections r vanes as 
a-"' and u* varies os a;-", it follows from (14) that n = 2m. If then we put 




(15) 

then in order that both sides of ( 1 3) should bo of the same onler of magnitude, 
must vary as a:®*"-' for a given value of rjx™. Further, if the value of 1 for a 
given value of r/a;"* varies as the breadth of the wake, wo must have — 1 
equal to 2m, so that m = ^. 

Thus, if now wo put 

r 

(16) 


u* 1 

(17) 

and 


(18) 

equation (13) becomes 




(19) 

On the axis, u* is jKisitivo and du*ldr is zero. Therefore 




(20) 


If wo make the assumption that the value of the mixing length I is constant 
over any one section, w-e may write = r, where c is a certain constant, 
and equation (Ifl) then becomes 



To solve this equation we first change the independent variable from 
rfioz by the relation 

z ^ );•. (22) 

Then, equation (21) becomes 



where C = 81c/4. 

Assuming the solution of this equation in the form of a power series of z, as 
/= ao + ®i*+«a**+«8«*+»4**+"M (24) 
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whore the a’a are constante, and maerting this in (23), the constants have 
been determined, in the usual way, up to a^. Thus, writing V) = a for 
simplicity wo have 


7/zY 

7 1 

/a\3 77 /a\ 

* 1183 /zy 

ttW 

216' 

U/ 4320 

^ 103680 U/ 

617 1 


3029911 /z 

y 20.547017 (zV 

77760* 

,a} 

522547200 W 4702924800 \a/ 


(26) 


Smce, however, a = rf^, we have 


/ 

Oo 




v\- 


77 , 

4320 ’^1 


118 3 

103680 


617 g_ 3029911 20547017 

77760^1 622547200^1'' 4702924800^1 


(26) 


where 


, - V __V 
‘ a* (%'C)i 


(27) 


With this expression for the function /, ( 17) gives the oxprossion for u*jU. 

If the value of u* at the centre of the wake be denoted by mJ, wo readily 
have, since (/),^ = flg. 


u* 

iti 


7 7 77 

> - 2^1 + Q 1/, - 2|75 “ 4320 ~ To3680 


017 

77760 


3029911 ,, 20547017 

522547200^1’ 4702924800 ^ 


(28) 


With the aid of this formula, the values of a*/«J have been calculated. The 
results are shown in Table I. 'J’hc values corresponding to larger values of 

Table I 

«*/«? 010, 

0 1 1 

0 1 0 938 0 053 

0 2 0 830 0 868 

0 a 0 703 0 761 

0 4 0 568 0 630 

0 5 0 437 0 508 

0 0 0 318 0 370 

0 7 0 210 0 2.57 

0 8 0 146 0 117 

0 0 0 000 0 031 

1 0 0 076 0 002 
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7 /,, however, have Iwcn determined by the method of numerical integration. 
The curve for u*lu* plotted against is shown m fig 1 


M* _e 



Kio 1. Vi'liioil.v dwtnbution (u*/«f ) und t.c>iniH*raturo distribution (O/Oq) acconliiiK 
1o the rnixlilitHl tninsjKirt theory — velocity distribution aocortling to tho monicn- 
turn transport theory (Swam), + .Schlichting's oxfx-rimontal points for tho larger 
plate, O Sclilii’hting'H ('xjK'nincntal points for the Hinaller plate, • Simmon’s experi- 
mental points 


7. It Will be of interest to show hero that w*/uj does not vanish at any 
finite value of 

Wo have, from (21) 


ition 


( 20 ) 

(30) 


Taking account of the boundary cxinditions (20), i e (/),^o > -o = 

the partial integration gives 




and therefore inserting this in (30) 




(31) 
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The congtant of integration can readily be determined by the conditions 
just referred to, and we find that it is equal to zero. Thus, 

Since c is evidently positive, the right-hand side of this e((uation is always 
jiositive for any finite (positive) value of //, and it follows therefore that/does 
not vanish at any finito value of Thus, we find that w*/«J does not vanisli 
at any finite value of t)^. 

Further it can be shown without difiiculty that the asymptotic expansion 
for IH of the form 



where 6 is a congtant. 


Calculation of tkmpebatubr distribution in the wake behind 
A heated body of revolution 

8 Let B be the difference of the teniperatuie in the turbulent woke 
lichind a heated body of revolution from the tern |X‘rature of the fluid outside, 
the body being assuinwl, as before, to be placed in a uniform stream of 
velocity V parallel to the axis of the body. Then, as has been shown by 
Goldstein, at a largo rbstanco downstream, 0 satisfies, for a first approxima- 
tion, the equation 



(34) 

With the assumption ( 1 2), this becomes 


1 9 f „ 9tt* dd\ 



(35) 

If we put 6/ == ^,i'’( 7 ). 

(36) 


and make the substitutions (16), (17) and (18), wo find that the function F 
satisfies the equation 


1 ^ 
3 iri 






dJdF\ 

dij dif)' 


so that on integration 


lij'^F = 7?i(//) jj^^-feonst. 


(37) 


(38) 
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But, it muHt be that dFjdTi = 0 when 7 = 0, and therefore con»t = 0. Thus, 
we have 




dfdF 
dr} dr} ‘ 


(39) 


If, 08 Iwfore, the mixing length is assumed to be constant over any one 
section of the wake, so that ^(n}) = c, we have 



IdF ^7} 

F dr} Sc\d‘ijj ' 

(40) 

and integrating this we 

get 



(41) 

where .<4 is a constant. 



Further if w'c |mt/* 

= fja^ and introduce the variable 1;, by (27), we have 

F 


(42) 

f* being equivalent to u 

*/tf J, so that its series expression is given 

by (28). 

Thus, denoting by 0^ 

the value of 0 at the centre of the wake, w 

•0 have by 

(30) 



0 

Oc 


(43) 

Remembering that/* = 

a*/u^ and using the series (28) wo got 



This has Ixx’ii conveniently used for finding the values of the integral on the 
right-hand side of (43) for small values of iji 

For larger values of rj^, however, the values of the integral have been 
obtained by numerical integration by using the valuer of df*ldi}i which 
have been calculated by its series formula obtained from (28) by simple 
differential ion 

Then, the values of OjO^ have been obtained by (43) The results ore 
shown 111 the jirei-eding Table I and the curve for OjOf, plotted against 1 }^ is 
also shown 111 Fig. 1 . 


Comparison with experiments 

9 Tn his pajier referred to, Coldstein has compared his theoretical curves 
for velocity distribution with the results of H. Sohlichting’s measurements 
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made at the Gottingen Laboratory, as well as with those of L F. G. Simmons’s 
measurements made at the National Pliysieal Laboratory 

We shall now compare the results of the present jiaper with those 
experiments 

Schhchting measured two velocity ilistributions m the turbulent wake 
behind a solid of revolution, one 100 cm. behind a circular plate of diameter 
d equal to 8 cm., at a Reynolds number, Udjv, of about 17-4 x 10*; and the 
other 150 cm. behind a circular plate of diameter d equal to 4 cm., with 
Udjv about 8 7 X 10*. The plates were at right angles to the stream 
The results of Schlichting’s measurements are shown in fig, 1 for com- 
parison with the theoretical curve obtained in the ])rcsent paper. In this 
figure the theoretical curve is made to lit Schlichting’s observations at 
«•/«• =: 0 5. The experimental pomts for the larger plate are shown by -|- , 
w'hile those for the smaller plate by o. The measurements were taken along 
a diameti'r and were not quite symmetrical, and thert'fore the exjieri mental 
points for a complete diameter have Ixseii shown. The maximum value of 
M*/r/ was 0-0707 for the larger plate and 0-030 for the smaller one 
Simmons has measurer!, in the N.P L. Duplex wind tunnel, the velocity 
distribution in the wake behind a model of the airshiii R 101, without fins, 
etc., the maximum diameter, d, of the model being 14 54 m., its overall length 
80 in , and its volume 4-5 eu it. The mea-surements wore made in air at a 
wind speed of 60 ft. /see across a section of the w'ake 8 ft 7 m downstream 
of the tad of the model Simmons’s measurements wore along a radius, and 
the maximum value of w*/ V w as 0 1 25 The experimental points are shown 
by • in fig. I on the right-hand side, where, as bofure, the theoretical and 
exiHJiimeiital curves arc made to c-oincido at «*/«? = 05 
In fig. 1 Swain’s theoretical curve for the velocity distribution is also 
shown for comparison by a dotted hue, which is made coincide at u*/wj = 0-5 
with the velocity distnbution curve ot the present paper. 

It w ill 1)0 seen that the agreement between the theoretical result obtained 
in this paper on the basis of the modified vortu-ity transport theory and the 
results of observations is not ijuite satisfactory, and further that there is also 
no satisfactory agreement with observations for Swain’s result winch has 
been obtained on the basis of the momentum transport theory 
No measurements of the distnbution of temperature in the turbulent 
w-ake behind a heated body of revolution are known, so that the comparison 
of the theoretical curve for the tein|)erature distribution obtained in the 
present paper with observations must be postponed 
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SUMBIABY 

10 In the present pa|)er, Taylor’s modified vorticity transixirt theory of 
turbulence is applied to the calculation of the velocity and teiniicraturo 
distributions in the turbulent wake behind a solid of revolution which is 
placed in a iitufonii stream such that its axis of revolution is parallel to the 
direction of the iiiiilisturlied velocity 

In order to carry out the calculation, it is assumed, with Prandtl, that for 
sufliciently high Reynolds niiinbers and at a sufTii-ient distance downstream, 
thei’e is geometrical and mechanical similarity in different sections of the 
wake and that the values of the mixing length at corrcs|ionding points in 
different sections aic projiortional to the breadths of the sections. Also, tho 
isotropy in turbulence is assumed 

Assuming the mixing length to bo constant over any one section, the 
distribution of mean velocity is first calculated and the result is compared 
with the results of Schlichting’s and Simmons’s observations The agree- 
ment between theory and observations is not (juito satisfactory. 

Next, flic distribution of tem|)eratiire is oaleiilated How'ever, the com- 
]ian8on of the theoretical result with observations is not made, because no 
measurements of the distribution of tem^ieraturc in the wake behind a heated 
body of revolution have yet been made 
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Application of the modified vorticity transport theory 
to the turbulent spreading of a jet of air 

By S. Tomotika, D.Sci. 

Professor of Mechanics, Osaka Imperial University, Osaka, Japan 
(Communicated by G. J. Taylor, Fit S. — Received 3 November 1937 ) 
Introduction 

I . The turbulent spreading of a jet of air emerging from a small circular 
aperture has been discussed by Tollmien (1926) on the basis of Prandtl’s 
momentum transport theory of turbulence, by making some appropriate 
assumptions. He has calculated the distribution of mean velocity in the 
jet at distances which are sufficiently great compared with the diameter of 
the aperture and it has been found that the calculated distribution of moan 
axial velocity is in satisfactorily good agreement with observations made 
at Gottingen. 

The same problem seems to have been discussed also by L. Howarth in 
an unpublished paiier on the basis of Taylor’s vorticity transjKirt theory of 
turbulence, by assuming that not only the mean motion, but also the 
turbulent motion, is symiuetrical about the axis of a jet. It apjioars, how- 
ever, that the agreement between Howarlh’s results of calculations and the 
Gottingen measurements is nut so good as in the case of Tollmien’s results of 
calculations on the momentum transjiurt theory. 

In the present pajier an attempt is made to apply Taylor’s modified 
vorticity transport theory ot tuibiilent motion (Taylor 1935, 1937) to the 
discussion of the turbulent spreailing into the surruunding still air of a jot 
of air emerging from a small cm-iilnr ajierture. By making some simplifying 
assumptions, the distnbiition of mean velocity is calculated for any one 
section of the jot whoso distance from the aperture is very great in com- 
parison with the diameter of the aperture The isotropy in turbulence is also 
assumed It is found that the calculated distribution of mean axial velocity 
is in fairly good agrocment with the Gottingmi measurements 


Equations of motion in oyuindriuau oo-ordinatks of 
TUB MODIFIKI) VOBTIl’lTY TRANSPORT THEORY 

2 , Let (x, r, 6) bo cylindrical co-ordinates. Then, when the mean motion 
is symmetrical about the ar-axis so that it is independent of 0, and the fluid 


Vol CLXV A. 


[ »« 1 



66 


S. Tomotika 


IS free from body force, the equations of motion in cylindrical co-ordinates 
according to Taylor’s modified vorticity transjmrt theory are, as shown in a 
previous pajicr (Tomotika 1937 ), 



together with a similar equation for the r-direction. 

In these equations, p is the average value of the difference of the pressure 
from the liydrostatic iiressure and p is the density of the fluid concerned 
(m, «) are the x- and r-components of velocity of the mean motion ros]iectively , 
while (it', v\ w') are the velocity components of the turbulent motion in the 
a:-, r- and 61-dir('ctions and q'^ = «'* -f r'* -f «/* Also, Ij., I,, are the com- 
[xincnts of the tniYing length I in the directions of the x~, r- and i^-axes 
resixictively 

The ecjuation of continuity in the present case is 

( 2 ) 


TL’RIUIIiKNT SPRKAniNd OF A .IBT OF AIR INTO 
THK SUBROL'MlINO HTlUj AIR 

3 We now firocxjctl to the discussion of the turbulent spreading into the 
still air of a jet of air emerging from a small circular a])erture It is assumed 
that the axis of the jot is perftcndicular to the plane of the aperture and the 
mean motion in the jet is symmetrUad about its axis. We consider the 
sections of the jet at distances which are great coiniiared with the diameter of 
the aiierturo and w e assume that the turbulence there is fully developed and 
isotropic so that = j/* = 

Then, takmg the x- ami r-axos along and jjer[)ondicular to the axis of the 
jet respectively and the origin at a certain point, the oipiations of motion 
according to the nullified vorticity transjiort theory are given by ( 1 ), 
together with one similar equation. 

'I’hese equations of motion are however greatly simplified if wo make the 
usual assumptions of the boundary layer theory, namely that v and its 
derivatives are small in comparison with a and its corresponding derivatives; 
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and that derivatives with respect to x are small compared with the corre- 
sponding derivatives with resi^ct to r i’urther, m accordance with the 
results of the Gottingen measuronionts, the f>ressure in the jot is assumed to 
be constant, so that the derivatives of {pjp -f- \q'^) m the eipjations of motion 
may be neglected 

Then, for a first approximation, we have, from ( 1 ), the folbjwmg equation : 


dll dll , 1 ; I ?5m 

+v ^ = /,« ^ y+lgW . . 
dx nr ' nr^ r cr 

If the mixing length I is small and the turbulence is isotropic, wo have 


l,n' — IffW'. 

(4) 

With Prandtl, we put /,t’' =- l„io' - l^\ . 

(5) 


Tlicn, remembering that w dccroasos outwards from the axis, we get 


CM _ du/dhi 1 f5u\ 
'dr dr\dr^''' rdri’ 


(«) 


For the mixing length Z we assume, with Tollmien, that 


whore c is a constant. 


I = cx. 


(7) 


4 Now, the assumed constancy of the pressuro in the jet roquiros that 
the momentum in the x-direction should be constant. Thus, 



ii^rdr = const 

(«) 

We put 

r 

(») 

and 

U - lp{x)f(ll). 

(10) 

Inserting those in (8), 

we readily find that 



II 

(H) 

Therefore 

If ill 

(12) 
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Next, the equation of continuity 


where ^ io Stokoa’s current function. 

The expression for can easily bo obtained by combining (12) with the 
first equation in (14). We have 

^ ^ ( 15 ) 

Thus, writing 

wo have i,'/ = —xF{7i). (17) 

Putting this 111 (14) and taking (9) into account, wc readily have 


The substitution of these in (C) gives imine<liately a differential equation 
for the tiinction F(ij). With the assumption (7) for the mixing length we 
have 

d^F IdFy i dF_ Jd^F _ldF\(d^F_ld^F I d A 
drj^^ydijj tj dt] ^ ydi/* nf dij)\dTf y dri^^Tj^diij’ 

Now, Tj ~ {) corresponds evidently with r = 0, and the conditions for 
u and r at ^ = 0 are evidently 

+ 0, (t;),„„ = 0. (20) 

Hence, for small values of the function F must bo such that 

Focf, (21) 

as can easily be seen from the formulae (18) for (m, v) 

Thus, we may wnto F — rj^F^, , (22) 

the condition at ?/ == 0 for the function F^ being now 


( 23 ) 
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We put (22) in (19). Then, the equation for becomes 

A little calculation shows that the function F* may bo expanded in a power 
series of rj^. Thus, putting 

2 - 9'. (25) 

and using this relation, we first change the independent variable from i; to 2 
in the difforontiul o(]uation (24). We then have 

5 Ne.xt, assuming the solution of this equation in the form of a power 
series of z, as 

F* = «o + «l2+®*^=' + (27) 

where the a’s are constants, and inserting this in (26), the constants have 
been determined, in the usual maimer, up to a^. 

Thus, wo have 

<363 V2/zy 

Op ~ '2 1 73 c 405 \c j r»90 1 7 fs \c/ 

6921 10780921 72/21' 

1432922400 V/ 1429340()9400073 V/ ^ > 

Since, however, 2 = ^3, we get 


F* ^ 8 plriY 22 hjy_ 1363 ^2/rjy 

Op 2l73\a/ ^40.5\a/ imm^‘3\ct) 

692111 40780921 

1^^22400 U/ 142U34OO9466073\a/ 

with a = cl. 

Using this, together with (18) and (22), the velocity components u and v 
can be calculated Since, however, we are mainly interested in the distribu- 
tion of the axial component of velocity, u, measurements of which have 
been made at Gottingen, only the expression for u will be obtained here. 
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Uy (18) and (22), we have 


vx __ ri dFtf 
^0 ~ Ofl 


( 30 ) 


and siihstituting (29) in tins, we get 


ux _ 2^2 

2au” ”3^3 


11 1363 V2 „ 

■*■81^1 01236^3 

_69mi £07^92_1^ ^ . f3i) 

3582^000 300913704000^3 ' ‘ 


where wo have put for simplicity 


(32) 


Tf the value of u on the axis of the jet be denoted by Uq, wo readily have, 
since u^x = (w.r),,o ~ 

«o 3V3'i 8l’i 01230 V3’i 


_592111 „ _40mft^l V2 

358230600 ~ 3009 1 3704000 p 


.. (33) 


This scries lias been conveniently used for the calculation of the values of 
ujvo for small values of )/i, and the calculation has been continued, for larger 
values of i/i, by numcruial solution of the iliffercntial equation. The curve 
for u/«5 plotted against t}^ is shown in fig I . 



Flo. 1. Velocity distribution according to the nioclifiod 
vorticity tnuiBjxirt tlinory. 




TurbtUent »prmdiitg of a jet of air 7 1 


6. It will be of interest to show here that «/«„ does not vanish at any finite 
value of iiy. 

Now, the equation (19) can be expressed in the form 


'IVI 2i;dvi\d//2 

Integrating this once, wo readily get 


(34) 


V 2|};\d92 


(35) 


Evidently the nght-hand side of this ecpiation iloes not vanish at any finite 
(positive) value of if, and therefore ilFjdif does not vanish at any finite value 
of tft except at ^ = 0. Thus, with the aid of (18), we find that «/«„ does not 
vanish at any finite value of j/j. 

Further it can bo show'n without ilifliculty that the osymptotii! expansion 
for tt/Wo is of the form 



(30) 


Comparison with observation 

7. The ihstribiition of mean axial velocity in a jet of air emerging from a 
small circular aixirture has been measured at the (lottingon Laboratory, at 
distances which are great com pared with the diameter of the aperture. In 
his paper already referred to. Tolinnen has compared the result of his 
calculation on the basis of the momentum transport theory xvith the results 
of the (lottingen measureriicids and it has Ix'cn found that thu agreement 
between theory and obsorvations is fairly satisfactory 



Fio 2 Comparison with tilt’ (Jottingcn ineWHUrpincntfl - - modiliiil vorticity 
tranM|Xjrt theory, - -- iiioinoiitum tninaiwrt tlioory. 


We now compare the theon>tical curve for the distribution of moan axial 
velocity, which has been obtained in the present paper on the basis of the 
mothfied vorticity transfiort theory, with the same (lottingen moasm’e- 
ments. Fig. 2 shows the result ot coinpanson. In this figure the theoretical 
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curve is made to coincide with the experimental curve at m/mq = 0-6. It will 
be Hoen that the agreement between theory and observationjs ia fairly satis- 
factory, us in Tollmien’s case. 

In conclusion the writer wishes to express his thanks to Mr I Imai for his 
assistance in the calculations of the present paper. 


Summary 

8 The turbulent spreading of a jet of air emerging from a small circular 
afierture is discussed on the basis of Taylor’s modified vorticity transport 
theory of turbulent motion Assuming the isotropy in turbulence, tlio 
distribution of mean axial velocity is rialculatotl for any one section of 
the jet whose distance from the aperture is great in comparison with 
the diameter of the aiierture. The calculated curve is compared with the 
Gottingen measurements and the fairly satisfactory agreement between 
theory and observations is found, as in the case of 'I'ollmion’s calculation on 
the basis of Prandtl’s momentum trana|X)rt theory. 
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An experimental determination of the spectrum 
of turbulence 

By L. F. G. Simmons, M.A. and C. Saltkb, M.A. 

With an Appendix . Method of Deducing F(n) from the Measurements 
By G I. Tayt.or, P R S 

The ox|Jonmcntal investigation of isotropic turbulent motion is most 
conveniently conducted in the air stream of a wind tunnel in whu-h the 
turbulence is augmenteil by the addition of a grid of uniform mesh placed 
acniHS it. At any point downstream, beyond the wind shadow of the grid, 
the velocity fluctuations are small coiiiparoil with the mean sjieed of the 
stream, but vary irregularly with time. Records taken of u, the instan- 
taneous value of the turbulent eemiKinent in the diroelion of motion, show 
that the time variations follow the random law of errors (Simmons and 
Salter 1934, Townend 1934), but no successful attempts appear to have 
lieen made to analyse such a record into its harmonic components.* On 
the other hand, by utilizing a hot-wire anemometer to produce a current 
proportional to u, and employing electrical filters to measure tho contribu- 
tions to a* which arise from frequencies within the range 0 to w whore n is 
vaned, data may lie obtained from which a sfiectriim curve of the variation 
in velocity u, at a fixed point can be plotted The ordinate of this curve at 
frequency n represents F{n), the function denoting the probability of the 
existence ot velocities between n and n + iin, whose significance is discussed 
by Professor G I. Taylor in the paper which follows. 

In some experiments undertaken at Professor T'aylor’s suggestion for tho 
purposo of dotermining the values of F{n) for turbulence created by a grid 
of square mesh, tho hot-wire technique was eniployoil to measure from 
tho readings of a thermal milliaramctcr, placed in the outjiut circuit of a 
valve amplifier. In order to effect tho analysis dilferent electrical filters 
were succossivoly put in tho measuring circuit Two types of filter were 
used . one, a low-pans, allowed the passage only of currents below a certain 
frequency, the other, a htgh-pass, only those above a certain critical 
frequency, the limit m each case being settled by the electrical constants of 

* While this work was in progress an attempt m this direction was mode jointly 
by Drydcn. Schaubauer, Mock and Skramstiul, see Nnt Adv. Cttce. Aero , Report No. 

681 (1937)- 
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tho filter. The former type served to explore the range 0-326 c./sec. ; the 
latter was used for frequencies above this figure From tho ratios of read- 
ings of the milliammeter taken, in each eajse with and without the filter, it 
was jKiSHible to obtain, at any given wind speed, a close approximation to 
the spectrum eur\’e required. 

, Expebimkxtal details 
The Wind 7'vnnel 

The 4 ft. N P.L wind tunnel used for the f)ro8ent work has a bell- 
mouthed inlet fitted with a honeycomb for the purfxise of guiding tho air 
and at the same time jireventing any axial rotation of the strt^am Over the 
greater part of the working section the velocity distnbution is fairly 
uniform to within 3 or 4 ni from tho walls, the general steadiness is good, 
but mfluenccil by drauglits in the room Experience shows that the most 
favourable conditions for studying turbulent motion are provided when a 
grid of uniform mesh, opposing a high resistance to the flow, is placed across 
tho tunnel, for the turbulenco ilownstream is then less susceptible to the 
influence of outside disturbances and at the same time is more uniformly 
distributed across a transverse section. An examination of the flow 
immediately behind a square-mesh grid of thin slats reveals a regular 
systom of eddies rotating about horizontal and vertical axes. During the 
course of their passage downstream the eddies mix with the high velocity 
jets issuing through tho mesh There is some evidence to show that the mixing 
jirocess continues for a distance) of about 16 tunes tho space length lietween 
the centres of the slats, after which tho stream is statistically unifonn, the 
individual wakes having disappeared, anil the mean velocity at all points 
in a cross-seef ion becomes sensibly constant Moreover, the turbulenco is 
isotropic, and has a scale, as Professor Taylor* has shown, determined by 
the mesh -length of the grid 

In earlier experiments undertaken to verify some of the predicted pro- 
[lorties of this particular tyjio of turbulence, measurements were made in 
the wake of a grid composed of thin, metal slats 1 in. wide attached to the 
upstream side of a honeycomb of squaro cells of 3 in. mesh, similar in all 
respects to that fixed in the inlet of the tunnel. With tho same gnd used for 
creating turbulence, the present enquiry was confined to a study of the 
velocity variations at a jKiint on tho axis of the tunnel 6'83 ft. from the 
grid, where the intensity of turbulence, expressed as the ratio ^ju^/U, was 
0-0296 


• J. Aero. Set, No. 8, 4 (1937). 
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The Electrical Circuits 

kSince the principal featurea of the clcctncal circuits have been previously 
describetl in a paper on the measurements of «* for air-flow through a pipe,* 
it will suffice here to give a short outline of the general arrangement. 

First, mention should be made of the Wheatstone bridge in which the 
wire is heated and maintained on the average about 200° above the tem- 
perature of the stream After the current is adjusteil to bring the bridge 
into balance, as indicated by a long-|ieriod galvanometer, turbulence 
changes the tcnifierature, anil hence the resistance, of the wire The ac- 
comjianying potential variations across the wire produce fluctuating out- 
of-balancc jxitcntials, which at any instant would be projKirtional to tlio 
turbulent velocity comiKincnt in the direction of motion were it not for a 
lag in the temperature rcsismse of the wire at high frequencies For the 
small wires of O-OOOl in diameter used in the e\|)oriments, the effect of the 
lag is negligible up to a freciuency of 1 00 per sec Within this range there is 
therefore an almost exact corres[X)i)dence between the potential variations 
and the fluctuations of speods But w ith rise of frequency the lag produo^is 
a loss of amphtude and change of phase, both of which increase progres- 
sively in magnitude. A close ap^iroach to the ideal condition of uniform 
response can, how'ever, be obtained over a fairly w'lde range of frequeniues, 
by a metluxl described by Drydcn and Kucthe (1929), in which the out-of- 
balance potential is applied to a valve am|)lifier having a comjiensating 
circuit m one of the stages. Tlie circuit consisls of a resistance with an 
inductance in series, the potential across it is ^^mssod on to the next stage, 
so that the change of impedance gives increased amjilification and change m 
phase with frequency which servo to neutrali/.c the losses incurred through 
thermal lag. Thus, provided all the component frequencies arc within the 
effective range of the compensation applied, the out])ut current from the 
amplifier will indicate in detail the time variation of the turbulent velocity 

An indication of the effectiveness of the comjiensation applied to one of 
the wires used at a mean wind s{)eed of 20 ft./sec , is afforded by a com- 
ftanson of the curves of fig 1 'I’hese show the relative amplitude of response 
at different frequencies due to a given sinusoidal variation of velocity , the 
lower curve refers to the uncompensated wire, the upper curve to the wire 
with compensation introduced, and thus incluiles the losses due to the 
distortion of the amphfier. 

The audio-frequency amplifier used for the present work was the one 
described in the paper already referred to. It consists of three stages, with 
* Rep. Mentor, aero. Ree. Comm., Lond , No. 1661 (1934). 
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resistanco-i'apacity coupling Of these the first and third are amplifying 
stages, the second Iwing reserved for the com|)t*nsating circuit, connected 
l)otwecn the plate of the second valve and the H.T 8U[)ply, In its earlier 
form, with coupling condensers of 0-1 /tF and 1 Mfl gnd leaks, the overall 
amplification -determined from measurements of the mean-square output 
current produced by a known voltage appliixl to the mput—was uniform 
from about 20 to 1000 c /sec. The lack of resixmse at the lower end acts ad- 
vantageously m discriminating between the slow variations of mean speed 
arismg fnmi the irregular running of the fan, and the faster variations 
associated with turbulence generated by the grid, and also present in the 
disturbances entering the tunnel and passing freely through the mesh. 



Since preliminary measurements maile with different coupling condensers 
showed that an appreciable amount of turbulent energy existed in the low 
frequency end of the spectrum, in order to increase the amphfication in this 
region the amplifier hod the same coupling condensers as before, but larger 
grid leaks of 2 M13 By such means errors arising from the non-uniform 
resjionse of the wire and amplifier combination, which load to an under- 
estimation of a*, wore, under the conditions prevailing at the lowest wind 
Hjieeil, reduced from 6 to 

'I'o eliminate the risk of back coupling which sometimes occurred when a 
single battery was used as the common sourie of H T. supply, the plate 
circuits of the first three stages wore separated from the lost and connected 
to another H.T battery An additional change involved the re-arrangement 
of the output circuit, to allow of the inclusion of the electrical filters used 
in the course of the analysis. 
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The Electrical Filters 

These were of two kinds one a low-pass, cajmble of transmitting currents 
of all frequencies below a given maximum; the other a high-pass, which 
allows the passage of frequencies only above a certain minimum value 
Each filter was made up of two sections of similar T-shaiicd networks 
connected in cascade. Fig 2 illustrates the arrangement of the sections, 



TWO sbaga low-p^6S Filter 
Fni. 2 



Two sbAge high - pass Filter 
Fm. .3 

and the constituent elements, comprising two inductances, L, and a con- 
denser, (J, of a typical low-pass filter Such a filter when terminated at each 
end by an impotlance, z, may bo considered as part of an inhnite chain of 
T sections. If no energy were ilissijmted m any section, on an alternating 
voltage being applied to the input side, currents below the cut-off fre- 
quency, where (o^-yj'ZILC, are transmitted without attenuation. In 

practice, however, it is found that this ideal condition cannot be realized 
owing to tlio losses arising from the resistamxis of the various comfsinonts. 

As a first stage in the design of a filter to cut off at a given frequency, L 
and C were chosen to satisfy the equation above. After the characteristic 

^impedance z hod been calculated from the formula z = ^ the 
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networks were asseinbiMl and terminated at each end by a resistance 
enual to z Tlie response curve of the filter was then determined from 
measurements of tlie mean-square out[>ut current corresponding to a 
known voltage input, applied at different fit'ijuencies • Although the 
curve usually indicated an approximately eoiistnnt response over a reason- 
able frequency range, for some of the filters (by means of a smaller resistance 
across the output end) an increased range followctl by a steeper fall of the 
curve in the neighbourhood of the cut-off frequency could bo obtaineil . the 
most suitable resistance for every filter was found by trial. 



Kig. 4 ( 'haractcnstio turviw of low-pass Hltors. 


(’harncteristic curves for most of the low-pass filters are jilotted in Fig. 4, 
the ordinate ^ at any frecpiency « being proportional to the mean-square 
values of the output currents for a given input voltage In its application 
to the present jirobleni the filter is assiimcil to have the same iicrformance 
U8 an idc-al filter cutting oft at a frequency where ^ = 0-5, it is therefore 
assumed to transmit umfornily currents of lower frequency while stopping 
all alsivo On interpreting the results obtained with such a filter, due 
allowance can be made, if nciiessary, for the true shaiie of the characteristic 

* 'riio lioHt'tone oscillator uswl to provide the small alt.»>rnatmK voltano, consisted 
of two OHOilliitorj’^ circuits, one linvmg a fixcil freqiioncy of 100,000 o /sec. and a 
second whose frequency could be varied, at will, b<>twix>n 100,000 and 1 10.000 c /sec 
By ailjiistiiig the constants of tho sccotul circuit, it was isissibli' to obtain any beat 
frciiucncy Ix'twoen 0 and 10,000 c /see. The volti«o actually applied across tho 
input imixilanco z of the filter was obtained by amplifying (he change of potential 
gwu'nitcd across a fixisl resistaneo in tlui output circuit of the oscillator, and was 
therefore proixirtionnl to the current passing through it. 
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curve , but as will be shown later, the corrections involved are small, and 
he well within the hmits of observational error. 

High-pass filters employed in the analysis of the upjicr part of the 
Hiiectrum each consisted of two sections (see fig. 3) closed by terminal 
resistances. 1’he cut-off frequency for iion-dissipative networks of this 
type is given by the relation lo^ =yj'ijU' , whilst the theoretical value of the 

impedance for currents of frequency 2 ^ “ ~ j | again 

the formulae wore useful as a guide, although, as in the case of the low-[)ae8 
filters, the most suitable values fur the output inqK'dancos had to lie found 
experimentally Fig 5 shows the measured resjiorise curves for the high- 
pass filters each of w hicli was assumed to be eiiuivalont an ideal filter 
having a cut-off frequency at ^ = 0 5. 



Measurements i/f the Spectrum of Turhulenee 

(a) Meiluxl The method of using a filter to iletermme the pro|>ortion of 
M* contnbuted by the band of frequencies dealt with must now lie describeil. 
Supjxise the wire hold in the stmiin and the heating current adjusted to 
bring the Wheatstone bridge into balance at the mean speed of flow. 
Speed variations due to turbulence produce out-of-balanco potentials; on 
bomg amjilified these give rise to the fluctuating currents in the anode 
circuit of the last valve The filter is connected across a resistance in the 
aniale circuit and the mean -square value of the output current is 
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measured. Writing ul for the mean of the square of the turbulent com- 
ponents contained within the range from 0 to Wj, the cut-off freqiMnce of 
the filter,* wo have 

where A'j is the jiroduct of the amplification factor and the calibration 
constant of tlie wire Next, suppose the filter replaced by a non-inductive 
resistance I^et i| be tho observed mean-square value of the current, 
then, since tho resistance iiossesses no selective properties and imsses all 
frequencies uniformly, 

whore is defined os above Provided the two sets of measurements are 
taken within a short time of each other, that is, while tho amplification is 
constant and hefore the calibration of the wire is changed by dust acci- 
dentally adhering to it,! with tho resistance suitably chosen A'j may bo 
made equal to A'j. HeiuiO, from the ocjuations above 

“i _ *i 

tt* ti 

It will be apparent therefore that, since the ratio of two current readings 
provide a moasuro of the fractional part of turbulent energy dislTibutod 
within a given band of frequencies, namely from 0 to Nj, similar observa- 
tions taken with a number of filters, each having a different cut-off 
frequency, will furnish the information needed for constructing a spectrum 
curve. 

The arrangement of tlie output circuit of tho amplifier, including for 
purjKiscs of illustration a low-pass filter, is shown in fig. fi Other details 
represented include the input resistance Aj, equal to the calculated value 
of z for the filter , the output terminal resistance Aj , and a resistanc^e Aj 
jirovided as a substitute for tho filter during the measurements of w*. The 
methoil of eonneiiting, alternatively, the filter and the circuit Aj Aj across 
Tij, will be clear from an insjiection of tho diagram , as w ill also the method 
of balancmg the steady drop of potential across 72, by moans of a circuit 
comprising a battery E and galvanometer t/,. Both ij and tj were 

* In acconlsnco with the ausitiiiption previously miule, ^ = I from n = 0 to N^, 
and /4jro from n = A^j to oo. 

t Proft'ssor Taylor has pointed out that tho conditions m tho return flow tunnel at 
Cambridge are more favourable in this reepect and ilo not load to a contmuous 
change m the calibration, such as wo found to occur with every wire used m the 
present oxiwrimonts. 
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indicated by the deflection of the mirror galvanometer connected to the 
thermo-junction element, T J .ofanAC milliammeter. Except when high- 
imss filters were employed, the current generally varied slowly but ir- 
regularly within limits of + 4 "4, in unison with the casual disturbances 
present in the stream. Theretore, in order that the results should afford a 
measure of the average turbiileiiee, the mean ileflection in each case was 
estimated from observations extending over a period from 3 to 5 mm. The 
current through resulting from the apphc-ation of a known sinusoidal 

voltage to the input side, served to check the performance of the amplifier. 



The siiectrum measurements \\cix> made at mean wind sjieeds of 15, 2(1, 
25, 30 and 35 ft /sec , low -pass filters being used to explore the range 
below 326 c /sec. Apart fixnii effects <lue to accidental changes in the 
calibration of the wire, the lesults obtained were gencially in error by 
less than + 4 But at higher frerjuencies, because of imjiroved accuracy, 
high-pass filters w'ere used fo measure 1 - «?/h*, the errors thereby being 
reduced to within the limits of ± 1 % 

(b) Results. The values of mJ/m^ measured in the exiienments at the 
various wind speeds together with smooth curves drawn to lie evenly 
between the observations are shown in figs. 7 and 8. In view of the 
assumptions moile in dodiieiiig the results, it will l>e necessary first to con- 
sider the corrections required when account is taken of the true form of the 


Vol CLXV A 



82 


L. F. G. Simmons and C. Salter 



Fi«t 7 


— 

J- 




— 


— 

— - 

— 

— 

— 


— 

— 
















/ 

t 

-U-2 


0 











// 




-U-: 

Oft/ft 












11 















It 















L 















L 















r 




~J 











zoo wo 9 

00 8 

DO K 

00 1 

sw F 

iJ(H 


n (c./nKC ) 
Fui 8 




Experimental determination of spe/iirum of turbulence 83 

oharacteristio function for each filter, and for tho loss of response of the 
wure-amplifier combination, especially noticeable in the neighbourhood 
n=l. A method of estimating the correction c, is described in the 
Appendix where it is shown that 

ti— *-l /',(») 

«* J 0 

The function F^tn) is tho first afifiroxiination to tho siiectrum function 
F{n) and is obtained by graphical differentiation of the sloiie of tlie smooth 
curve, repixjsenting the observations at any given wind speed Although 
Fi(n) can readily be found where the curve is well defined, owing to the 
absence of observations below n = 26, its value in this n*gion is subject to 
some uncertainty 

In the application of the method to tho resulte at // — 20 ft /sec tho 
form of the correction was slightly modified to allow tor the fact that all 
measurements of u\ and u* were virtually made with low-pass filters 
cutting off at the lower end at n = 0*8 Since such filters are unable to 
detect turbulence for which w<0-8, the loniiula must only bo applied 
from n = 0-8 to 00 instead ot Protessor Taylor iiroposed a new correction 



This was calculatoil at a nuinlier of })ointa from the values of Fi(n) taken 
from tho curve oxtondcil below n = 26 to cut the axis at 0-8 The results 
are tabulated below together with the observed and smoothed values of 


u\luK 





Cut-off 



Values of uj/a* 


frequency 

Tjpo of hlU'r 




c./scc. 


Oljscrvml 

Stiiouthed 

fj 

26 

l^w |ms8 

0 40 

0 40 

0 006 

34-5 


0 46 

0 46 

0 (M)7 

43 


0 66 

0 61 

0 009 

87 


0 60 

0 68 

0 002 

122 


0 77 

0 78 

-0 003 

161 


0 80 

0 82 

-0lM)2 

276 


0 03 

0 03 

0 001 

326 


0 04 

0 06 

- 0 003 

366 

High pass 

0 066 

0 064 

0 

630 


0 087 

0 986 

0-001 

760 


0 903 

0 003 

0 001 

080 


0 007 

0 007 

0 

1100 


0 099 

0 999 

0 001 
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Excej)t at the lowest froquenoios the correctionB are seen to be negligible 
in magnitude and variable in sign. Mainly for these reasons and because of 
the uncertainty arising from the unavoidable lack of observations below 
a = 2(5, the corrections are not included in the results appended. 

The curves in figs. (J and 7 and the figures in Table 1 arc therefore taken 
to represent the statistical distribution of the intensity of isotropic 
turbulenc-c created by the grid One feature disclosed by the measurements 
is the high jiroiiortion of energy existing ui the lower frequencies, for 
example, the cuntrihiition due to eompoiieiits in the range 0-100 e./soe. 
amounts to 0-8 at TJ = 15, and to 0 53 at U = 35 ft /sec. Another feature 
relates to the frequencies present, for, whereas at the lowest siieeil the 
highest recorded frequency w’as in the neighliourhood of 600, at the highest 
sfMied it exceeded 25(M) e /sec Thief interest, how ever, i-entres in the stat- 
istical frequency function F(n) derived from the curves. This function is 
tabulated for the different sficedH m Table 11, and also exhibited grajihie- 
ally by the curves in fig. 9 

In conclusion, the writers desire to express their mdebtness to Professor 
'I'aylor for his helpful suggestions and advice, anrl to acknowledge Mr 
W. G. Raymer's assistance m making some of the observations 

.Summary 

The time variation of velocity at a fi-xed point in a turbulent air stream is 
analysed into a spectrum 'The method adopted involves the use of the 
ordinary hot-wire teehniipie to produce changes of potential m a Wlieat- 
stone bridge circuit, which are magnified by a valve amplifier The Hnetuat- 
mg voltage drop generated across a resistani* m the output circuit of 
the amplifier is then applieil, m turn, to elect rieal filters having different 
cut-off freijuenoies In each case the output current is measured, witli and 
without each filter m circuit, by means of a thermal milliammeter which 
indicates the mean value of the square of the current supplied to it From 
the ratios of the readings taken with and witliout each filter, the spectrum 
curve is oaleulatcfl by a method describoil m the Appeudix. 

All measurements were made in a wmd tunnel, at a point m the air 
stream where the turbulence creatoil by a gnii of regular mesh was knowm 
to be isotropic the wind speeds useil were 15, 20, 26, 30 and 35 ft./sec 
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a 

25 

45 

65 

S6 

105 

125 

145 

166 

185 

205 

225 

245 

265 

286 

310 

330 

350 

370 

390 

425 

476 

676 

676 

776 

876 

976 

1076 

1275 

1475 

1675 

1875 

2076 

2476 


Table IT 


f7=16ft/8<>c. I7 = 20ft/s<x-. 


0 0226 
0 0101 
0 (K)47 
0 0037 
0 0028 
0 (M)23 
0 0020 
0 0017 
0 0013 
0 0009 
0 0008 
0 0006 
0 0004 
0 0003 
0 0002 
0 (H)01 
0 000076 
0 000065 
0 000035 
0 000020 
0 0000 1 
0 (M)(M)l 
0 00001 


0 0173 
0 (M)93 
0 0051 
0 (K)39 
0 (M)30 
0 (K124 
0 0020 
0 0016 
0(M>I3 
0 (KM I 
0 (K)0» 

0 (mi 
0 0007 
0 0006 
0 (K104 
0 0004 
0 0002 
0 (K)025 
0 00020 
0 00017 
0 00016 
0 00012 
0 (KM>(m2 

0 (MNH)4H 
0 0(MH)30 
(MKHHMH 
0 (HHIOU 
0(8)00 10 
0 000004 
OOOOOOH 
0 0000002 


F(n) 

n = 26 ft /spc. t; = 30 ft /hbo 


0 0135 
0 (M)H3 
0 (N)56 
0 (KI37 
0 0030 
0 tM)24 
0 (M)20 
0 (MM 7 
0(MM4 
0(NM3 
0 (MM2 
0(N)|| 

0 (MM)9 
0 (NXm 
0 (MM>7 
0 (M)05 
0 (HH)4r> 

0 0(M)35 
0 (M)030 
0 (MM)25 
0 00020 
0(M)(M5 
0(HMM2 
0 (810088 
0 (MM)080 
0 (NI0036 
0 1MK)026 
0(M»(MM8 
0 (MMMMO 
0 (MMIOOO 
0 (M)(MH)4 
0 (M)(MH)4 
0 (MMMM)2 


0 0103 
0 0091 
0 (M)52 
0 (8)34 
0 (8)30 
0 (8)24 
0 (8)20 
()(MM8 
0 0016 
0 0014 
0 0013 
0 0010 
0 001 1 
0 0009 
0 0007 
0 0007 
0 0006 
0 00056 
0 (88)40 
0 (88)35 
0 (88)3 
0 0002 
0 00016 
0 0(8)14 
0 000080 
0 (8)0000 
0 (8)0044 
0 000028 
0(888)18 
0 (88)012 
0 (888)10 
0 00(8)06 
0 000006 


[7 = 36 ft, /floc. 
0 010 
0 0076 
0 0052 
0 (8)36 
0(8)31 
0 0026 
0 0021 
0 0020 
0 0014 
0 0014 
0 0012 
0 0013 
0(8)12 
OOOll 
0 0010 
0 00085 
0 00075 
0 00055 
0 00040 
0 00035 
0 (88)275 
0 (88)24 
0(88)18 
0 (88)14 
0 (888)9 
0 (888)74 
0 (88)058 
0 (888)48 
0 (88)034 
0 000022 
0 000014 
0 (8)0010 
0 0(888)0 
0 000004 


APPENDIX 

Method of DEnrciNO F(n) from the Measurements 
In the measurements desenbed by Mr Simmons a fluctuating current 
which is proportional to the fluctuations of velocity at a fixed point in an 
air stream is modified by the action of a filter which passes only certain 
ranges of frequency 

If an alternatmg current of constant amplitude but variable frequency is 
passed through the filter tlic amplitude of the output will vary with the 
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frequency. If <^{n) represents the ratio of the square of tlie ain[>Iltude of 
the output current to that of the input when the frequency is n o./sec., 
then <^{n) is a characteristic function for the filter, ^(n) is determined by 
measuring the output when an alternating current of known amplitude and 
frequency is upjilieil to it. 

When fliictuafing c-urrents are apitlied the output can only ho calculated 
if both (^{n) and the spectrum function F(n) is known If «* is the mean 
value of t.hen u* can lie regarded as lieing made up of the sum of the 
squares of the harmonic components. Thus if m* F{n)(ln is the fraction of M* 

which is duo to fiequencies bctueeri « and n + dn, J F{n)dn = 1 

Since each frequency is mollified by the filter so that the square of the 
amplitude is reduced in the ratio iyS(») 1 it will bo seen that Mr Simmons's 

instrument will record iif instead of a*, where iif = F{n)^{n)(hi 

Mr Simmons has devised a aeries of filters some of which (high pass) cut 
out all frequencies lielow a certain value, and others (low' pass) cut out all 
above this value ('onaidcrmg first the low -pass filters, if (/>i{n), ^j(rt) arc 
their charactcristiiis and if wf. m|, are fhe values of ?<* measured with the 
filters in circuit, then 

--*= I F(n)6^(n)dn etc. 

M* Jo 

The pniblern is to determine F(/t) as a function of ti, 

Mr Simmons’s low'-paas filters were so designed that they let nearly the 
full current through wdien » was less than some value ot A' but cut it off 
entirely w'hcn w>iV, the characteristic hinctioii r^(/i) fell rapidly from 
nearly l-O to '^ero when n passed thiijugh a short range in the neighbour- 
hood of F. 

As a first approximation therefore we may take A’, os the value of N at 
which 0 - and we may assume in the first place 

0i(7i) = 1 fur » = 0 to ?i = Nj 
and 0,(7i) = 0 for » = Aj to » = 00 . 

If this were true then tlio foilow'ing relationships w'ould lie satisfied: 

= r'>(a)dtt, (2) 

!/* .!» 11 * Jo 
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and evidently F(n) could lie detennincd by graphical differentiation 
of the curve whose abscissae are iVj, and corresponding ordinates 

u\ 

M* «/■* a* 

Using the measured curves iV„ S.^ may be determined as 

descnlxid above and the approximate value of F{n) determined If these 
approximate values are represented by F^{n) then a further approximation 
can be obtained as follows. Taking the approximate value F-i(n) determine 
graphically the value of the integials 

If it hapjiens that these are all equal to the measured values of * , ^ then 

^\{n) is idcntK'al with F{n). In Mr Kimmons’s i-ase the difference between 
tlicm was small. Representing this differenee by tj 

ei = {/-’(«) - (3) 

It is <-lear that the same process may be reiH'atcd, the equations (3) 
being treated in the same w ay as (2), so that 

Tims an approximation to F(n) — Fy(n) may be ealeulated in the same way 
as F{ji), and since has already been determined, F(n) can lie found to 
a second a[)proxinintion. 

This process can be repeated indefinitely but it is found that one 
application is sufficient in the ease of Mr Simmons’s measurements 



Comparison of wave-functions for HeH^^ and HeH^ 

By (’ A. CouLSON, Ph D , Trinity College, Cambridge, 

AND VV. E Duncanson, Ph.I)., De'partment of PhysiCH, 

IJ niveraity College, London 

(Communicated by E. N. da C Andratle, PR S- 
Receiivd 14 December 1937) 

1.* lNTRODr(’'TION 

Before trustworthy predictions can be made concerning the reliability 
of various approximate wave-functions in the case of complicated molecules, 
it 18 nec-cssary to study the simplest molecules in as great detail as possible. 
Such a study enables one to assess the merits and inaccuracies of the 
different approximations m a w'ay that is impossible with the more complex 
systems The simplest ot all molecular jiroblems is Hj' , and this ion has been 
studied thoroughly by several writers (eg Dickinson 1933, Sandemann 
1935 ; Steensholt 1936 «, 6) The simplest two-election problem is that of Hg, 
and a very complete knowledge of the wave-functions for this molecule has 
been obtained (e g Weinbauin 1933 , Coohdge and James 1933 ; (kmlson 
1937a) In order of increasing complexity the next molecule is the tw'O- 
electron ion H 3 , which has been discusseiiby Coulson (1935), by Eyring, 
Rosen and Hirschtelder (1936) and Hirschlelder, Diamond and Eyring ( 1 937). 
All these molecules are homonuelear, how'ever, so that the binding is pre- 
dominantly covalent, but the majority of molecules experimentally ob- 
served are heteropolar, and then the binding is largely iomc The jirosent 
pajier, therefore, extends the (m.lculationH already made for H/ , H, and , 
and discusses m detail the tw'o simplest heteronuclear molecules, viz. the 
ground states of the single-electron ion HcII+* and of the double-electron 
ion IleH'. The object ot the pajxir is primanly to compare the different 
types of wave-functions, and for this purpose as many diverse methods as 
jiossable have been employed, it is not important, from this point of view, 
that the HeH++ ion is unstable and that the HoH+ ion is stable This work 
may be rcgarderl as the analogue, in the molecular sphere, of a recent jiaper 
by Baber and Hass^ (^937) on Ho* m the atomic s|)here. 

Some of the inethorls used for the smglc-electron bond have no im- 
mediate counterjiart in the discussion of the two-electron bond, and 
accorrlingly the two problems are treated independently. 

[ 90 ] 
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2 . TlfE SINGIiK-TCLECTRON ION HeH++ 

In the case of the ion HeH^ • the problem is that of finding the energy and 
wave-function of one electron m the presence of two fixed charges -t- 1 and 
-I- 2 atomic units (wo shall use atomic; units a u. througliout). There are 
five distinct ways in which this may he done 
A Grenerahzed Morse-Stiieckclberg method. 

B. Generalized Stark-efFect method. 

C. LCAO approximation of atomic orbitals 

D. Variation expansion in spheroidal co-ordinates. 

E Exact treatment in spheroidal co-ordinates 


A Oanerahzcd Morse-Stmckelherg method 

This method is a develojiment of the work of Morse and Stucc'kellierg 
(1929) on the energies of , and the method apphes only when the nuclei 
are close together, so that we may assume that the ion approximates to the 
“ united-atom ” IJ ' + It should bo added that a first approximation to the 
result of this section has quite recently been obtained by Hass6 and Baber 
(1935) though these authors only used the (lerturbation mcthcxl (see below) 
and did not proceed beyond the first-order correction term. 



If A and B (fig. 1) are the fixed charges of 2 and 1 units respectively, then 
the effective jiotential acting on the electron at P is 

F = - 2 /r„-l/r, 
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If r„ is the distance OP, where O is the centroid of the positive charges, this 
may be written 

where = - 2/r„ - l/r^ + 3/r„ 

Ken IS small if 3x, the length of Ali, is small, and in that case it may bo 
treateil as a jierturbation. r„ is measured from the centroid of the positive 
charges because in this i-aso Ken is of orfler 1/r* at infinity The single- 
electron orbital 18 nearly eipiivalent to an atomic orbital with nuclear charge 
+ 3 at (), portiirbeil by K>„t. Thus 



E = E(Li " ) + J >i>ort • 


If we take 

i^(Li' •) ^ 

(1) 

then 

E = r^l2~3c~cP{l), 

(2) 

w'here P{1) is a known function of the auxiliary variable t, which it is con- 
venient to introduce, and which is defined by 


t = cx. 

(3) 


We may now ado|jt either the [xirtiirbation method or the variation method, 
as diseiiNsed by Coulson (1935, 19370) fn the perturbation treatment, we 
put e = 3 tor all values of x. This is eijuivalent to assuming that the funda- 
mental atomic orbital which is |)erturbed has exactly the wave-function of 
a Li ion The energy thus obtained is shown 111 fig 2 as a tunction of the 
nuclear separation 3.r In the variation treatment, we allow lor a stretching 
of the wave-function duo to the |)erturbation by choosing that value of r 
in the wave-function (1 ) w'hich, for a given j:, makes the energy a minimum. 
The energy for such a wave-function, calculated from the usual formula 

E = 

has exactly the same form as that given in equation (2) If w 0 put 
we find that c is given by the equation 


c = 3-t-P(0-l-t . 
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From this equation a trial value of t is used to ealculate the PoiTesix)nding r , 
and hence the appro[)nate nuclear separation p which is 3</c. The results 



t>f this calculation are shown in fig. 2, and, for comparibon witli other 
approximations, in Table 1 
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Table 1. Electronic enebov and constants of HoH ; 

VARIOUS APPROXIMATIONS 


S«>c- 

tion Motliix] 

A Momn-Stuixikulborg- 
(rt) PurfiirbiitKm 
l']rifTK> 

(6) Vuriiitioiv 
Knt'rgy 

n Stark offoct 

(«) I’ortiirbntioii 
Knorgy 
(6) Variation 
Kntrgy 


/»=:0 6 

3 0601 

3 SOSO 

2 22ri 

3 4S87 

3 B244 
2 S2B 


10 

1 203S 

2 «»0I 
1-708 

2!HSI 

2 9187 
2 081 


125 

0 5851 

2 1204 

1 643 

2 7811 

2 7819 
2 033 


1-5 

2 1967 
1-409 

2 6601 

2 6602 
2 017 


20 

1 8608 
I-2II 

2 4992 

2 1992 
2 003 


2 3333 

2 3333 
2 000 


2 2500 

2 2500 
2(H)0 


C loao approximation 
{a) I'l-rturlialioii 
Em-rgy 
(6) V'ariHtion 
Eiii<rgy 


D Variation m nphoroidals 
EnorgK-a 
1 

I- V< 7” 

1, 7- 7'. 7’ ' 


1. 7. 7*. 5. ^>l 

1. 7- 7‘. 7*. i * 

I, 7. 7*. 7*. 5* * 

1, 7. 7’. 7’. i>l * 


2 7876 


2 8209 
2 135 
0 9085 


2-7769 2-4997 

2 9586 2 7318 

3 0288 2 8296 

3 0317 2 8371 

3 0298 2 8297 

3 0:M)0 2 8200 

3 0302 2 8209 

3 0327 - 

3 0330 
3 0331 


2 6602 2 5023 

2 6817 2 6062 

2 073 2 029 

0 8880 0 8167 


2 2712 1 9366 

2 6404 2 2640 

2 0786 2-4031 

2 6939 2 5039 

2 0786 2-4646 

2 6794 2-4648 

2 4656 

2 6939 
2 0941 

2 0941 — 


1 2362 
1 8749 1-0206 

1 9627 

2 1321 
I 9672 
1-9672 
I 9731 


E Exact energy 


3 6656 


2 0966 — 


B. Oeneralized Slark-ejfect method 


In polar muleculea the action of one atom on another to form a molecule 
is primarily a Stark effect. This is nut true with homopolar binding, as the 
resonance phenomenon shows. At large separations, in the case of HeH +'* , 
the solitary electron will be centred almost exclusively round the He nucleus, 
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and the energy will be that of a He ion perturbed by an isolated proton. 
If the wave-function round the He nucleus is taken to bo 

=((•»» e -a, (4) 

then the first-order perturbation energy, or, which is the same thing in 
this case, the energy calculated from the formula 

is A; = A’(Ho+)-hfiiV*rf« 

J '■ft 

= c2/2-2c-rg(»), (r>) 

where Q(u) is a known function of the auxiliary variable 11 = cp. Tn the 
simple Stark effect which corresiKimls to a fierturbation treatment, w'e 
assume that ijf is the wave-function of a He ion, so that c = 2 (equation (4)) 
for all p, and then 

E{p) = -2~2QC2p). (0) 

The energy obtaincfl with this ty|>o ot wave-function is shown in fig 2, 
where it may bo compareil with the results of other calculations. But there 
IS no reason why the generalization used in the Morse-Stueckelborg method 
above should not be applied hero We use a trial wave-function of tyiie (4), 
in which c IS regarded as a function of p, and wo minimize the energy, for 

given p, with respect to c This is equivalent to putting | - b in equa- 

tion (6), and we find 

do 

c-=2 + 0(u)+u^^^ (7) 

These functions, as in section A, can all be tabulatod easily, and the resulting 
energy curve is shown m fig. 2. Some of the values are also given for com- 
parison in Table 1 

C T-OAO approximation of atomic orbitals 
In this approximation, which is applicable at all nuclear distances, and 
which has been called by Mulliken (1935) the U’AO approximation (linear 
combination of atomic orbitals) wo write for the single-electron molecular 
orbital: 




( 8 ) 
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where and xjf^ are atomic orbitals round A and B. We shall expect A to 
be considerably greater than //, corresponding to the fact that the electron 
IS mostly round the He nucleus The energy is obtained as a function of A 

and /I by the usual formula K -= j A general discussion 

of the energy values with this tyiie of wave-function has licen given by 
Coulson (1937/1), there are tw o values of the ratio A //t which make the energy 
a ininimuin. the upfier of these two energies corresponds to an excited state 
anil is to be neglected in favour of the lower one 

In the case ot IIcH* we write 

v'/„ = vV,, = {aV»/ff)‘c-“"''. ( 9 ) 

It 18 convenient to use etc instead of an entirely new' parameter in the ex- 
ponent o( since now r may be regarded as a scale factor, anil the analysis 
IS considerably suuplified. The minimum energy is found by vnnation of 
both c and a The details of the calculation need not be written dow'n, there 
is no simple way of iiiiniinizing with resjiect to the imrameters, and it is 
necessary to calculate tlie energy for valiias of c and a near to the minimum 
Whenever ^Jr,, and are used in the rest of this pajier, it may be assumed 
that they have the form given in equation ( 9 ). The suflix a will refer to the 
He nucleus and b to the H nucleus, and the exponents c and a will always 
1)0 used m the same sense 

It IS interesting to compare the results ot these calculations first when the 
best ])Ossiblo values of c and a are used, ami then when the atomic values 
c - 2 and a = 1 /2 are used The energies and other constante are shown 111 
Table I where they may be directly compared. It apjiears, firstly, that the 
value of a is by no means critical, this is as we should have exiiccted, since 
a governs the nature of the wave-function near the H nucleus and m this 
region its anqilitudo (shown by the ratio /i/A) is small. Then, secondly, it 
apfiears that the value of c„,„ is slightly greater than the atomic value 2-0, 
this 18 an example of the nuclear screening discussed by Coulson (1937 a) 
The excess, however, is small, <-oi responding to the fact that this orbital is 
only shghtly bonding Thirdly, asp gets larger, so also the ratio A/p increases, 
corresiionding to fho fact that as the two positive charges are separated, 
tlie solitary electron tends more and more to settle on the He nucleus. The 
electronic energy curve is shown in fig. 2. 

Calculations similar to these have been raailo by Beach (1936), who, 
in addition to the above, introduced (lolariKation terms, but his choice of 
ex|X)ncntM, which restricted a to have the value a ~ 1 , is evidently not the 
best possible, even though it simplifies the calculations. Beach does not 
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give numerical results, and exact comparison therefore is impossible. It 
will, however, be shown later that the variation of a is much more imjiortant 
in the two-electron yiroblem than in the ono-eleetnm problem. 


D Variatton exjMtnmon in npheroidal rxi-ordinaleji 


It is well knowm that if wc use spheroidal co-ordinates defined by 

; = ij = and ^ == ai&imuth, then the w avc-ciiuation retains n 


simyile and seyiarable form following the methoil used by (Joolidge and 
James (1933) for Hj, we uw a trial wave-function 


(10) 

where and S are constants chosen so as to iiunimiKe the energy. The 
case of a highly polar orbital such ns Hell ' ' is a very unfavourable one for 
this ty|)o of exfiansion, sinci* it is nearly equivalent to expanding an ex- 
ponential round one ccnlic in terms of exponentials round another centre, 
an expansion that converges very slowly 

The first stage is 1 o fiinl I he best value for 6 Fig 3 shows how this de|>ends 
upon fi in the ease ot («) a single-term expansion e-‘^, nrul (6) a double-term 
ex])ansion c ( I -)- ai/) It is unlikely that the addition of mow* terms would 
materially alter the best value of S, and in any ease, with more terms, the 
value of J is loss critical From these curves, the following table of values 
was sclooted lor further numeiical work 


p 1-0 I -i.’i I .)(» 2(1 3 0 4 0 

S M2.') I -a?.) 1 (t2.~) 2 0 2-7.'> 3*25 

That these chosen values ot 8 were satisfactory is shown by the regular 
convergence of the variational suliitioiiH. according to the rules formulated 
hy Coolidge, iJanies and Fresent (1936) Table T show s the energy values 
obtained with particular combinations of terms, thus, for exainjilo, the 
description 1. //, 9“, $ ojiposito a wavc-funelion imjilios that the wave- 
function was of type 

iji = e-»£/| 

The wave-functions marked with an astensk * all coritaineii a term in 7“, 
it is evident that without this term only a poor accuracy is attainable, 
despite the presence of more terms in ^ An accuracy of I 1000 requires 
terms up to 7® in 7, but does not even need a leim this is the result of the 
concentration of cliarge round one nucleus, a concent ration that is governed 
by the distribution in 7 If a further term in ij* were taken the resulting 


Vol Cl \ v V 
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energy would barely differ from the true one, but, without terms 17® and 17®, 
it 18 not }>uH 8 ible to make adequate allowance for the |x)larity of the orbitals. 
In the two-electron [iroblem HeH+, the orbitals are slightly less jxilar, and 
we conclude that terms up to and including ly® are necessary in hoteropolar 
binding. Thus these i^lculations for heteropolar orbitals are considerably 
more tedious than for homopolar orbitals, it required, for example, seven 
terms ( 1 , S, ^1/, ?/, 7®, r/®) 111 the wave-function for HeH. ' ♦ to give as good 
accuracy as was given by the tw'o-t<‘rm function ^ = e (1 -l-fliy®) in the 
case of The situation grows worse as p increases, and for values of p 
greater than almut a 0 a. 11 , we should rt'quire a much more complex wave- 
function, with perhaps as many as twelve terms jier electron 


3«0 


2-0 

S 


1-0 


0 

P 

Fic.. 3. Best values of !i. 

Curve A, = r Curve B, 

E Exact treatment in apheioidal ca-or(hnate» 

When there is only one electron present, the wave-equation is separable 
m ^ and t}, the spheroidal co-ordinates of the last section, and it is possible. 
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as a check of the accuracy of the various approximations A-D, to evaluate 
the energy to any desired degree of approximation, using the method of 
Hass6 and Baber ( 1935) This separation of co-ordinates is no longer jiossible 
when more than one electron is present, but the other metliods A-D can 
still bo employed. It is interi'sting to compare the exact, instead of the 
relative, accuracies of the various a))]>roxiinatiunH in that one case where it 
is possible to do so 

If wo use equation ( 1 8) of the paper by Haase and Balxjr, modifietl by put- 
ting m = 0, since wo are dealing with a <r state, a very rapid approximation 
is obtained for the £ equation This currespotuls to the analysis of section D 
above, where only a few ])owcrs of ^ were rcquireil m the variational equa- 
tion The 1 ] equation was more troublesome, and it was found best to re- 
arrange their etjuntiun (32) to a simpler form involving only even powers 
of /^l, and write 

A' Ml 

2 rj+ W3-I- 

where 

-(M* + n + /l ). 

Taking first the case of p - 1 5 a ii , it was found necessary to use eight 
convergents to get an accurai'y oi six figures This indicates that in section 
D, ixiwers of up to are needed to ensure an energy value whicli is correct 
to six decimal ])Iaces So far as the w riters know', this is the only exact dis- 
cussion of the number of terms iieedwl in a (boIidge-Jaiiies function for 
a given accuracy in a {mrticuiar problem, the usual methoil is to consider 
the gam in energy by successive ap[>roxiniation8 and then estimate (see 
Coolidge, James and Present 1936) the probable extraiiolated limit It may 
be mentioned that from Sandeinanii’s discussion of (1935) it is possible 
to deduce how' many terms were needed in that homonucloar case. 

The calculation was also made with p = 0-5 a.u., since this provides some 
exact comparison with the electronic energies calculated by the approximate 
methods when the nuclei are close together This tune, however, the number 
of terms required is less; tor the w'ave-function is more nearly spherical and 
the dependence ujion ^ less im |iortant Instead of eight convergents needeil 
when p = I'.'j a.u to ensure an energy value correct to six figures, only four 
are required when p = '0-5 a u Again, as when p = 1*5 a u., only three or 
four terms of the g ecjuation are required. 
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The results of these calculations are shown in Table I, where they may be 
eornjmred with the approximate energies of other methods. An exact value 
for the energy of HcH+^ is now known for /> = 0, 0-5 and l-S a u. By extra- 
]xilating from the results of section D, the energy lor p = 1-0 and 1'26 can 
safely bo ileduced correct at least to 0 002 a u. For p greater than 1-5 a u. 
the energy curve differs insignificantly from E — — 2— \lp It is therefore 
}iossible to draw the curve of exact energies, as shown in fig. 2, 


3. DTSri'SSTON OF RE.sunTS i-OR 

Several conclusions may bo drawn from the numerical results in A-E. 
fbnsidermg first the Morse-Stuockelberg treatment, we notice that in its 
simplest (jierturbation) form, this is only valid over a small range of p, 
oven in the more conifilicated (variational) form, the range of validity, 
though increased, is still very inadequate, and this method may accordingly 
bo abandoneil for more complicated molecules, except in its pictorial and 
descriptive asiiect Thus the general results quoted by Haasd and Baber 
(* 93 S) or Betho (1933) must only be usetl over a small range o{p Especi- 
ally since tiiey use the {lerturbation rather than the variation mothoil, this 
range will probably only bo from /> = 0 to /> = 0-2.') a u Nevertheless it is 
probable tliat the order of the various levels is correctly given by their 
formulae, molecular levels such as 2p<r which have their greatest density 
around the nuclei are hkely to be more correct than levels such as 2pn 
where the charge cloud lies away from any nucleus, though this lost con- 
clusion might not be true if the variation methoil were used instead of the 
jierturbation method 

Considering next the Stark-efFect treatment, this is seen to give a very 
good energy for values of p greater than 2, and this is the case whether or 
not we use the variational methoil. At close distances the simple Stark effect 
is seriously m error, but the variational treatment is remarkably goo<l, 
considering the crudity of the allowed wave-functions It is probable that 
this accuracy would be somewhat reduced with less polar orbitals, or where 
more than one electron participates in the binding, but the inclusion of a 
term representing the jKilanxation of the larger nucleus would still give a 
fairly gcxxl result. Since methixls C and 1) are much more cumbersome, we 
conclude that the variational Stark-elfect treatment, with allowance for 
jiolarization, is the simjilest treatment that gives fairly reliable results, 
though it 18 least effective in the range 0-5 <p< 1'2^ a.u. Fortunately this 
range of values is seldom required in practice. 
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It BeemH quite possible, from this work, that the Stark -eflFect treatment 
might profitably be used to investigate highly polar molecules, such as 
HCl, for which, at the moment, no suitable tyjie of approximation has been 
developed. It may be that the best treatment for such problems would be 
a combination of this methofl and that useil by Buckingham (1937) in 
calculating Van der Waals’ forces between atoms, the method would, of 
course, be uselessln any problems where the binding was nearly, or exactly, 
homojiolar, because it makes no allowance for the resonance effect 

The U’AO approximation (1 is iinicb more cumbersome, duo to the presence 
of quite complicated integrals Variation of the e\|)onent representing the 
wave-function around the smaller nucleus if/,, is not very critical, but it is 
essential to vary the exponent m This is unfortunate because it entails 
considerable labour, especially in the case of more complicatetl molecules, 
on the other hand, the result, when the variations have been made, is quite 
good. The addition of a term representing polarization of the He ion (as e g 
Dickinson in Hj" (1933 ) or Beach (1936)) w ould probably give a very accurate 
energy There is a sense, however, as Dr W Wheland |)omte<l out to the 
authors privately, in which the sirnplo lc’Ao apjiroximatioii may be said to 
allow for the polarization, not just of the molecule as a wliole, but also of 
the larger atom, For if If' exjianded in terms of atomic 

orbitals round A, the major contribution is Xi/r„, but there will be a first- 
order term Pi(coad) whose amphtude is jirojiortional to/i, arising from 
and this term does correspond directly to ]H>lanzation of the Ho ion by a 
uniform field. 

Finally, the expansion D in terms of f, tf, ^ is able to give any desired 
accuracy if sufficient terms are taken, but although this is a good approxi- 
mation for hoinonuclear problems, it apiiears t<» bo a bad one for hetero- 
nuclear ones, since too many terms in if have to lie taken, and the addition 
of higher powers of 7 odds much more to the labour, especially when elec- 
tron-interactions have to lie considered. The exact solution E, on the other 
hand, is impossible except for the one-electron problem, but it does furnish, 
in that case, a jiroeise standanl of acc-uracy 


4 Tltia TWO-ELKCTROX PROBLEM HeH*' 

The difficulties that hinder an easy solution of the one-electron problem 
are much enhanced when we proceed to the two-electron problem HoH+, 
even with the simplest of all molecules H, this problem is a serious one. As 
with the single-electron problem, we shall use as many different methods 
as possible (F L) and then compare the various results. The methods are: 
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F. Coolulge-Jatnes variation in spheroidals. 

(». Tonic wave-function. He atom -i- proton. 

H . TX'AO approximation of molecular urbitala 

I Electron-pair riiethorl. Homopolar bond 

J. Electron iiair f ionic 

K. Ionic -t-iKjlar 

L Ionic -I- electron pair + polar. 

Since wc are only coiitudering the ground atate, the ainglet level (Istr)*, 
the spin part of the wave-function will separate out and may be omitted, 
the only restriction upon the space part of the wave-function i« that it shall 
bo syinmetncal in the co-ordinates of the two electrons 

F. Coolidije- James tatiation %n, apheroufals 

This IS a development of the methotl used for Hg by Coolidge and Janies 
( 1933 ). Unfortunately, owing to the lack of symmetry in HeH+, terms which 
do not occur in the wave-function of Hg do occur here, and thus both the 
labour and the number of terms are increasixl. There is a stable minimum 
of the molecule at about p = I 5o,\i , and m view of the labour necessary in 
this treatment, calculations were only made for p = l-S a u The details of 
these calculations are so similar to those of Coohdge and James that it is 
not necessary to reproduce them here A typical term in the wave-function is 

(mn}kp Cl S? ViV{ri^}, 

in which r,g is the distance between the electrons, and the ('mnikp 
stants to bo determined by the variation method The value of J was taken 
to be I -375, rather than 1-025, w'hich was the value used in the one-electron 
problem, so that the ratio 1-375/1 025 should be nearly the same as the 
corresponding ratio for Hg and H.j^. The results for the various approxima- 
tions, as the wave-functions grow successively more complex, are shown in 
Table II. It is clear from this table that higher powers of i add very little 
to the energy, whereas the addition of terms and (^id-^g) would 

almost certainly yield considerable improvement The improvement in- 
cident upon the inclusion of the r,* term, which Coolidge and James found 
very considerable, is iin{iortant liere, though only about half as im[K>rtant 
as with Hg. Another four or five terms would be necessary to make the most 
of this tyjie of wave-function, but in this comparative study the labour for 
such a calculation did not seem worth while. 

If we subtract from the lowest energy value obtained by these calculations 
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the energy of the ground state of the He atom + isolated proton, into which 
the ion will dissociate at infinite separation, there remains a dissociation 
energy of 0-012 a.u. = 0-32 volt This figure needs to be corrected for the 
zcro-iK)int energy (about 0 OOK a ii ) but it will still be positive, showing 
that the ion is stable, and thus confirming the results of Beach (1936). In 
this approximation there is no difficulty in deciding what is the appropriate 
energy to subtract when the nuclei are infinitely sejiaratod , for when a wave- 
function of the same type and corn[>lexity is used to determine the energy of 
the ground state of atomic He (Hylleraaa 1929) the calculated energy agrees 
with the ohserveil energy of -2-904 a u The effect of using more flexible 
wave-functions for the molecule w'ouhl be to increase the value 0-32 volt, 
and the increase would probably be of (he order of a volt The normalizetl 
wave-function for (his approximation, appboable only when p = i-fi a u., is 
ip ^ ^-1 am, +t^ 

X {1-744 4- + J?*) + 2-.'503(»/f -1- »/*) + I 4S2 i/i //, -t- 0-7040 ri,}. 

(i. lomc u'avp-Junctwn. He atom + proton 
iSince the molecule is very ioni<- in character, the simjileat wave-function 
(one that will be the basis of the remaining wave-functions, being succes- 
sively modified to allow- for polari'/.ation and jiartial formation of a covalent 
bond, etc ) would be 

(11) 

w'hcre, as usual, = (c’/ir)* 

This wave-function is the molecular analogue of the Stark -effect treatment 
given in section B for the onc-electron problem The energy can be com- 
puted from this wave-function by the usual formula and it appears that the 
molecule, if governed entirely by this wave-function, should be unstable 
The energy curve, which has no niimmum, is shown in fig. 4, and may be 
comiiared with the other curves there. 

This wave-function is evidently too Him{)lo to describe the complicated 
electron distribution in the molecule, and 111 the following sections various 
modifications will be made, which cxirresfiond to different chemical assump- 
tions about the nature of the bond. 

H. U’AO approximation of molecular orbitals 
If the molecular orbital for one electron alone (equation (b)) is written 
0 = then the wave-function for the two electrons is 

¥' = 0( 1)0(2). 


( 12 ) 
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The energy is now obtained by the usual formula as a function of Ajft, r 
and a . Some of the i ntegrals that occur m this formula are very troublesome , 
with one exception, however, they may all bo expressed in closed form by 
the usual methods. The exception is 

y 1 ) 1 ) , 

J hi 



P 

Fid. 4 Encruv curv™ of H€>I1+. VorioiiH upproxiinations 

the full calculation of which is given in the apiiendix It may be worth 
noting that an attempt to replace this integral by a simpler one that should 
have approximately the same value was made; by this means an estimate 
oould be obtained of the values of c and <x which gave a minimum energy, 
and it was jioHsible to decide with certainty for which values it was necessary 
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to calculate Q exactly. The integral chosen to replace Q in these preliminary 
calculations was . This latter integral can bo 

calculated in closed form and it appears that, altliough for large p it is coii' 
siderably too great, yet over a fair range its value lies within 15 % of tlie 
true value of Q. In the final variation, however, the values of (J calculated 
from the formula in the apiiendiv were the only ones used. 

The variation with respect to the three parameters A//<, c and a, is some- 
what laborious and was [wrformedforp = 1-25, i-.'iand 2-Oa.u. Thenuinerical 
results, after allowng for the (Coulomb repulsions of the nuclei, are shown 
in Table II. Two series of results arc shown, first the jierturbation method 
wiiere and are com|)elled to have the atomic values (c«2,a-= J/2), 
and second, the variation method, in which all the parameters were vaned. 


Tabi.e II- Everoibs ok c-alcitlatko 

BY VAIUOrs Ari'KOMMATlON.s 


lion Mclhoil /( = I 10 

K l'<>oli(ln<>-.) aim's 
1 

b(7i+7i) 

t-iVi + fihiVi + Vh-ViVi 
b <Vi + 7»). (V! + Vi 7t< (£i + la) 
b(7i + V«). (7? + 7?)'7i>/fri, 

(J Ho atom -H proton 
H If AO approximation, 

(«) Pfrturbation 
(fj) V'^arialKin 

I Eloclron-pair appmxiinntioii* 

(n) Pi'rlurbation 

(6) Variation 2 «7«4 

J Wang-ioriic 
K loiuc-polur 

I. lonic-jwlar-Wnng - 


2 77l>5 

2 8570 
2 0015 

2 «202 
2 «706 
2 0201 
2 8.'>82 
2'9241 


1-5 


2 H2a9 
2 719« 
2 0020 
2 0008 
2 0072 
2 01(11 
2 8100 


2 88:U 
2 0128 


2 «:t58 
2 «570 
2 9277 
2 8758 
2'9;i27 


2-842;) 

2 8912 
^SO.'IS 

2 5o;)n 

2-9011 
2 8703 
2 0075 


Two Morse curves, shown in fig 4, were put tlirough the calculated points 
and the constants of the molecule were obtained. These are show n in Table 
III, together with the constants obtained by other approximations (I-L). 
The column headed “uncorrected dissociation energy” represents the 
difference between the calculated energy K of the previous column and the 
energy at infinite separation of tlie nuclei, using a wave-function “of the 
same type” as that useil in calculating E. It appears more reasonable to 
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Hubtroofc this value of A^mnn than to subtract the observed energy of He + H+ ; 
fur we desire that the eirurs in the calculaterl energy at the equilibrium dis- 
tance and at infinity shall be as nearly equivalent as possible, a situation 
to bo ovjiected only when wave-i unctions of the same degree of complexity 
are used in both calculations (and not always even then ') 'I’he final column 
in Table III shows the dissociation energy corrected for the zero-jioint 
vibrational energy. 


Tablk TI1~('aix:ulatbp EgriUBBii m toxstanth eor HeH^■ 


iS'c- 

iion Mcliiod 

H Molocular-crbilal 

(«) I’crluilmlion 
(b) V uriatiiiii 
I Kl(H'tron-|>air: 

(«) Port urlmt ion 
(b) Variation 
■I WiiiiK-ionic 

K loiiic-fiolnr 

L lonic-polar-Wung 


Uncor- 

roctiMl 

K cniTKy 
/Viiull (» u ) (« u ) 

i 4UI 2-88»S 0 0.%2 

1 482 2ttl28 l>0«5.‘J 

I 440 2 <i:tttr> 0 IJbti 

1 107 2 0806 01800 

1 432 2 028.') 0 OKUH 

I 000 2 8709 0 0293 

I 440 2 9332 0 0805 


Corn>ctiMl 

Zero- rliHROCialioii 

jioint oiiiTKy 

cnerKy ^ 

(a 11 ) a u 

0 0102 0 70 0 0200 

0 0071 157 0 0681 

0 0102 3 41 0-1204 

0 0114 4 57 0 1092 

0 0080 I 97 0 0728 

0 0052 0-05 0 0241 

0 0077 2 10 0 0778 


One result is mcely verified by these calculations, although it bus been 
known in general terms before A//< represents the degree of polarity of the 
individual orbitals, when there are two electrons instead of one, the repul- 
sion between them will have the effect of throwing more charge on to the 
H nucleus and will thus make the bond more nearly homopolar, with a 
value of Aju more nearly equal to unity 'i’he table below illustrates the 
change in A//< between the molecular orbitals of HeH++ and HeH+. 


Xl/i for HcH' ' 

6 573 

7 410 
IU-80I 


XjH for HoH+ 
3 099 

3 601 

4 013 


The best normalized wave-function of this tyfio (12) at the equilibrium 
distance p = 1-482 a.u. is 


where 

and 


</>(!) = 0-86820i!r„(l)-|-0-24746iir^(l), 
c = 1-873, a = 0-722. 
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I — Electron-puir method. Homopdar bond 
Tho wave-function suitable for use in the electron-iwiir treatment whore 
we suppose the formation of a covalent bond, is 

= (13) 

'J'wo cases are considereil , first, the jwirturbation methoil, which corresponds 
to the Siwura treatment of (1927), and m this the exponents of and 
are comfielled to take the atomic values c = 2 and a = 1/2. Second, tho 
variation method, corresponding to the Wang treatment of Hj (1928), 
excejit that two exjiononts are varied to obtain the minimum energy instead 
of only one. The calculations in both casi*H were jierfornied for three values 
of the intcrnuclear distance and the energies arc shown in 'Fable II. With 
this type of wave-function the energy at infinite sejiaration is that corre- 
siKinding to He-* -t- H, since the electrons are restricted to being on different 
nuclei Morso curves were put through the calculated points and are shown 
in fig. 4. 'rablo III shows tho dissociation energy and ecpnlibrium constants 
thus deduced 

It should be noted that this calculation (with c = 2, a= 1/2) is the one 
lierformcrl by Glockler and Puller (1934) 'riiese authors, however, did not 
evaluate the unsymnietricai Sugiura integral, which has licen done in the 
present case The result of including it is to reduce their dissociation energy 
from 8*1 to about 3-(i volts The perturbation method is clearly inadequate 
and it IS necessary to vary the exfionents, in any case, however, it is a poor 
approximation to consider the bond as being homopolar. 

'The best normahzeil wave-function of this tyfic (13), at the equilihnum 
distanw/i = Mf)70 a u , is 

V/ = 0-623()8{v5r„( I ) ^,(2) + ^„{2) v>,(l )}, 
where c = 2- 1604, a = 0-50214 

Similar calculations have been made by Beach (1936, p. 355), but here, 
although c was varied, a was restneted to have the value umty. This lack 
of flexibility in the w’avc-function aiqiears to have quite a serious effect 
upon the energy. Beach’s value (estimated from his curve on p 355) at the 
equilibrium positiorigis -2-48a.u , whereas the present wnters’ is -2-68a.u. 
The difference between the two values is nearly 0 volts. 'This is not entirely 
unexpected, since in the electron-pair treatment one electron may be thought 
of as centred round the one nucleus and the other round the other nucleus. 
In this situation their wave-functions should be nearly the appropriate 
wave-functions for the atoms, and it is unfair to both electrons to make the 
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two exiwnents the same, witli a value 1-72, which is intermediate between 
the atomic values of 2*0 and 1 -0. The error introduced by this approximation 
would become less if more terms were added to the wave-function (as in 
Beach 1936) though it would still be ajipreciable. It is interesting to note 
that the error is greater in this case than when postulating that the three 
electrons of a “three-electron bond” have equal exponents in their wave- 
functions, as 111 the case of He-^ treated by Pauling (1933) and Woinbaum 
(1935 ) or >0 the case of treated by Eyring, Hirschfelder and Taylor (1936) 
A com [larison of sections H and I shows that the straightforward molecular- 
orbital treatment is considerably better than the straightforward electron- 
jiair treatment , a result which has been known in general tenns for some time, 
but not hitherto demonstrated, for a [lolar molecule. 

J Electron jmr + }omc 

The next approximation —one which, as Mulhken (1932) has shown, 
effectively unites the electron pair and molecular-orbital treatments — is to 
add ionic terms to the electron fiair w'ave-functiun. Such a w'ave-function 
would be 

V' = A{^„( 1 ) + i^„(2) I )}+M I ) ^.,( 2 ) + I ) ( 14) 

The ionic terms corres|x)nd to hoth electrons being on the Ho 

nucleus, and ^^(1) ^^(2) to both l>emg on the H nucleus, and the variation is 
to be performed with respect to r, a. and A fi v. No appreciable error is 
introduced if, m the ionic terms, the same exponents are used for and 
as in the homo{)olar terms This approximation corresixmds to the treatment 
of the Hj molecule by Woinbaum (1933) though, in the H, problem, equal 
weight must lie given to Ixith ionic terms. In the case of HoH+ w'o may 
expect the coefficient v to be very small, and the variation was therefore 
first ]jerformed with c = 0, so that the problem was that of a normal He 
atom iMirtly forming a covalent bond with a proton Later, the effect of 
adding the term 1 ) ^^(2) was considered. 

In the case of v - 0, wo have to minimize with respect to c, a and A .//; 
file (-.alciilations were made forp = 1 26, 1-6 and 2-0 a.u , and the numerical 
results, show n 111 Table II, were used to obtain a Morse curve (fig 4) from 
which the equihbnum distance and dissociation energy could be computed. 
These quantities are shown in Table III. It appears, as we should have 
expected, that the ionic terms are more important than the homopolar 
terms. The low ering of the energy due to inclusion of the ionic terms is about 
0’24a u. = volts below the energy of the Wang treatment, and only 
0 016 a.u = 0-4 volt below the energy of the molecular-orbital treatment. 
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This particular approximation has been worked through by Beach with 
the limiting condition tliat a = 1*0. This lack of flexibility gives an energy 
whicli is 0-023 a.u. = 0-62 volt, too high. In both cases the value of the 
energy at infinity, obtained by use of an atomic wave-function of the same 
type, is -2-847 a.u., and this has to be subtracted from the calculated 
minimum energies to obtain the dissociation energy 

It will be noted that the value of A//i becomes less as p increases, i.e. the 
strength of the covalent bond decreases as the nuclei are separated, and 
both electrons tend to settle on the He nucleus. 

The best normalized wave-function of tyjio ( 14), but with v = 0, obtameil 
at the oquilibnum distance p = I -432 a u , is 

(l-fi.54fl«^„(l)vJ^„(2) + 0 202«4 {v^„(I)v^,(2)-fv«^„(2)v^,( 1)}, 
where c = 1 tt2."»2, a = 0-7567 

The wave-function was next c-onsideretl, in which is allowed to vary to 
give the lowest energy Since the energy corros])onding to ^^^,,(1) ^j,(2) is 
very high relative to the other components of the wave-function (14), we 
shall not expect a large contribution from this function Two particular 
cases were worked out in full, minimizing with rosjiect to X ./i v for fixed 
values of c and a The results were 

p a e AV-o 

1-25 0 75 1 02 -2 0158 -2 0l«:i 

2 00 0-75 1 7.5 -2 8080 -2 8007 

Thus the gain m energy is only 0 0005 a u or 0-013 volt in the one case, and 
0-0008 a.u., or 0 022 volt, in the other This additional stability is very small 
and, in view of its smallness, it was not considered worth w'hile to carry the 
calculations further by varying the exinmcnts It ap[iears tliat, at the 
equUibrium distance, the lowering of the energy value due to the inclusion 
of this term may be taken to be about O-OJ 8 volt = 0-0007 a u Even if we 
omit the term completely, the error will be less than that which is inherent 
in any wave-function that lacks an rj, term m its expansion. 

K Ionic +pdar 

In this treatment wo suppose that the effect of the H nucleus on the He 
atom is to {lolanze it; this polarization may be described by saying that there 
is a finite probabihty that one of the electrons shall be in a polar orbital, 
defined by 

~ (d*/^)* r„co8t?ue'*'''. (15) 
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Tlio appropriate wave-function to take for the molecule is, therefore, 

= i’mi)</r„{2) + <f>„{2)r/,„(l)}. (16) 

There is no need to consider the possibility that both electrons are in polar 
orbitals 0, siniw the energy corresponding to such a wave-function is too 
great, and the matrix comjKinents with the other component wave-functions 
would bo negligibly small. The inclusion of this ])olar term in molecular 
])roblems is due to Rosen ( 193 1 a) w'ho used wave-functions of ty{ie ( 1 5) in his 
study ol Hj. The energy resulting from wave-function (16) was minimized 
with resiiect to c, d and i'//i and the results are shown in Table II. A Morse 
curve (fig 4) was put through the (‘alculated points, and the eqmhbrium 
constants determined by this moans are given m Table III. It is seen that 
stability for the molecule is achieved, and here there is no reference to a 
homoiiolar bond At the equilibrium distance p — I 6055 a u., and the best 
normalized wave-function of this tyjie is 

^ = 0-98267 ii'„(l)sir„(2)-f 0-l3l07{i^„(l)55„(2)-^ vJ^„(2),i„(l)}, 
with c= 17120 and d=I-5.')80 

L lontc + dectrm pair + pola) 

The final approximation that wo discuss is one in w'hich allowance is 
made both lor covalency and for iiolanzation, this corresponds to the 
treatment of Hj given by Weinbaum (1933) Using the polar orbital (15), 
the wave-function is 

= hm + hi ' )} + /^h( » ) h(^) 

+^'{h(l)h('^)+h(^^)h(l)}^ (17) 

There was some difficulty in deciding whether it w’ould be easier to give the 
exponent d in <l> the value c or ca The value ra was chosen because that 
simplified the calculations of some of the exchange integi'als. Those calcula- 
tions were made for p = 1-25, I 5 and 2 0 a.u , and the energy was minimized 
with respect to r, a and A /t • i' Table II shows the results, and in fig. 4 the 
Morse curve is drawn through the calculated points The resulting equi- 
librium constants are given in Table III. It is interesting to note that vjfi, 
which shows the importance of the polarization terms, has a maximum 
value when the molecule is in the equilibnum configuration, showing that 
the polanzation forces are, in pro{Hirtion, most important just when they 
are most useful in stabilizing the molecule. 

This wave-function has been used by Beach w'ith the usual limitation 
a = 1 , the energy thus obtained lies 0-0 1 1 a.u = 0-30 volt above the energy 
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without this limitation. The gain of energy due to inclusion of the |X)lar 
terms is only 0 127 volt in the writers’ wave-function, but it is 1-05 volts in 
Beach’s case. The large gam obtained by Beach is duo to a bad choice of 
exponents in the homopolar wave-lunction, and the fact that inclusion oi 
I>olar terms gives greater flexibility and allows the wave-function to adapt 
itself better to the limitation of bad cx|M)nents 

The energy of dissociation given by the wave-function ot this section is 
2- 10 volts, if the energy at inflnite separation is taken to lie that of a He atom 
(-2-847) calculated from a Kinniar ty|)e of wave-function. Ihifortunatoly 
tills atomic w'ave-function has not so much flexibility as the molecular wave- 
function, and its energy 'will [irobably lie more in error than the molecular 
energy, so that it is probable that the true dissociation energy is rather less 
than 2-10 volts. A lower limit can be obtainefl it wo subtract from the 
calculated value ( - 2-0332 a u ) the observed energy of a normal He atom 
( - 2-9035 a u ) The dissociation energy then liccomes 0 0207 a u , or with 
allowance for zero-point energy, 0 0220 a u , or 0 594 volt. To this w e should 
add about 0-018 volt, representing the contnbution of the ionic term with 
both electrons on the H nucleus (section J) and this gives a lower limit for 
the dissociation energy of 0-012 volt 'I'lic true value is probably between 
1 and 1-5 volts 

The value ot the fundamental vibration frecjnency obtametl from the 
Morse curve, is v = 3380 cm ‘ It may bo cumpan*d with the value given by 
Beach, which is 2800 cm Beach’s value was obtained by putting a para- 
bola through three [Kiints near the rnmimuiii, whereas the present writers 
used a Morse curve. If the three points were not very close together ami near 
the minimum, the diffcivmo in the two estimates would easily lie attnbut- 
able to this difference in technique and, in fact, the direction of the differenc-e 
supports this conclusion 

The best normalized wave-fmiction of this tyjie, at the equilibrium dis- 
tance p = 1-446 a.u , IS 

^ = 0-71730 v;r„(l)^„(2) + 0-24843{ii^„(l)VM2) -I- lir„(2)v5rb(l)} 

-t 0-02979f»^„( 1 ) ,4„(2) -f ilr„(2) fj>,X 1 )), 
where c == 1-8900 and a - 0-80560 

5 DisrrasioN 

The work recorrled in sections F-L provides an interesting comparison 
of the various methods. Taking first the simple molecular-orbital ami 
electron-pair treatments, it is obvious from Table 111 that from every point 
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of view the molecular-orbital treatment ia better than the electron-pair 
treatment. The iutemuclear diatance and zero-point energy are aub- 
atantially correct and the total energy appears to be only about 0-6-1-0 volt 
too high Taken in conjunction with the work of Coulson (19370)00 the homo- 
polar molecule H,, where it was found that the orbital treatment was only 
slightly inferior to the pair treatment, this means that the molecular-orbital 
approximation ia establiahcd aa, on the whole, a more accurate quantitative 
approximation than the other The electron-pair wave-fuiustion reUea for 
ita binding mainly uiion the exchange term, and this, oven in homopolar 
bonds, has a rapid decrease with increase of intemuclear distance, in lietero- 
polar bonds the decrease is still more rapid. The molecular-orbital wave- 
function, on the other hand, takes polarization and lonicity into account 
(generally allowing them too large an emphasis) and those forces are 
oiierative over greater distances Thus it comes about that in the case of 
Hell+ where the bond is polar, the pure electron-pair wave-function yields 
far too low an intemuclear distance, and the pui-e molecular orbital-wave- 
function a value slightly too high. It is interesting to note that precisely 
the opposite effect is noticcfl (see Coulson I937tf ) in the homopolar bond Hg 

Another conclusion from this work is that there is no hope of obtaining 
a good value for the energy unless a great deal of flexibility is allowed in the 
w ave-function, and this is as imjiortant in the case of polar binding as in the 
case of a covalent link In homopolar molecules there are considerable 
comjiutational difficulties, in hoteropolar molecules the jiosition is worse. 
It is, of course, essential to use a variational method, and if atomic orbitals 
are used as components in the flnal wave-function (as in CI-L), then all the 
ex ponents should be vanod The effect of not varying them all, as comparison 
with the results of Beach shows, is to introdm« errors that may vary from 
I to (t volts It is interesting to exhibit the errors that accrue, in this case, 
through making the limitation that a = 1, and Table IV reveals the fact 
that as greater flexibility is allowed in the wave-function, the particular 
values that are chosen for the various parameters become loss and less 
critical. This result had already been noticed by f'oolidge and James (1933) 
in their discussion of H,. 

One other interesting deiluction can be mode from this work. It has 
become customary to refer to the strength ot a [larticular bond as being 
partly homopolar, and partly (lolarization Thus Beach (1936, p. 357) refers 
to the HeH+ bond “ It is qualitatively correct to say that two-thirds of the 
stability is due to the formation of a covalent bond, and one-third is due to 
polarization of the He atom.” It is possible to make this a little clearer 
from our results. Thus, measuring all energies at the intemuclear distance 
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1-446 obtained in the last section L, we find that the energy of the purely 
ionic wave-function 0 is -2-816 a.u. Tlie energy of a wave-function J 
which is ionic -I- homopolar bond, is — 2-927 a.u., and that of a wave-function 
K which is ionic -f polarization, is —2-872 a.u. It follows that the gain in 
energy beyond that of a normal He atom, due to inclusion of homopolar 
binding, is O-lll a.u., and due to polarization of the He atom, is 0 050 a.u. 
We may therefore say that the bond, at the equilibrium distance, is almost 
exactly one-third polanzation and two-thirds homoi>olar. It is interesting 
that our results agree so closely with Beach’s, in view of the large difference 
in the energy of the homopolar part of the wave-function. 

Table IV — Ehroe in energy due to lack op variation 
OF EXPONENT a 

Mm. energy Mm. energy Diffonmce 

with hrnita- without liinita- . 

Boetion Method tion « = 1 tion « = I a.u. Volts 

I. Wang -2-48«* -2 6800 0*20 6-4 

J. Wang-ionic -2 9026 -2 9286 0-0260 0-70 

K. lomc-polar -2-8760 -2 8769 0 0019 0 06 

L. louio -polar- Wang -2 9220 - 2 9332 0 0112 0-30 

. • Estimated from Beach’s curve. 

In conclusion, the writers would like to thank l^rofessor Andrade for put- 
ting at their disposal, from time to tune, a calculating machine which wEis 
originally purchased by a Government grant from the Royal Society. 

Summary 

As many different approximations as possible have been used in a com- 
parative study of the wave-functions of HeH++ and HeH+. In the latter 
ion, the molecular-orbital approximation is found to bo much better than 
the electron-pair approximation. Ionic terms and polar terras are included 
in the final wave-function, and an expansion is given in terms of spheroidal 
co-ordinates The lowest value obtained for the energy of HeH+ is — 2-935 
a.u., with an intemuclear distance of 1-446 a.u. = 0-764 A°. The dissociation 
energy certainly lies within 0-61 and 2-10 volts, probably about 1-6 volts. 
The fundamental vibration frequency is 3380 cm.-*. 


Vol. CLXV. 
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Appbnmx 

The only integral used in this work that cannot be evaluated in closed 
form by conversion to spheroidal co-ordinates ^ or whose value has not 
been given in the literature, is the integral 

Q = f— 

This integral must be evaluated in the form of an infinite series. Using the 
well-known Neumann expansion of 1/rj, in terms of ^ (see, e.g., Rosen 
1931b), and writing 

Yi = cp(l-h a)/2, y, = cp( 1 - a)/2, 
the integral becomes 
Q^47r>(p/2)i^f(2T + l) 

><{[<??(ri)]*^('2.2.ri)-2<7?(y,)(7*(y,)«,(2.0.ya -H[G*(r2 O.y,)}, 

II and 0 are the functions defined by Rosen (1931b) and CJoolidge and James 
(1933)1 they may be written: 

BAm.n.y) = 

«?{7) = J%»'P,(7)e-r»d7. 

Recurrence relations are available (Coolidge and James 1933) for the H 
functions; the 0 functions were evaluated by moans of the two equations: 

(2T+l)tf?(y) = y{(?;:^,-0?.d, 

(2t - 1 ) (2t -I- 1 ) (2t -I- 3) (7? = t(t - 1) 

-)- (4t» 6t» - 1) (7« -Kt -f- 1) (T -t- 2) 0;+,. 

It should be noted that although Q is given as an infinite series, the succes- 
sive terms rapidly become small. Thus, for the values used in the calculations 
of this paper, it is sufficient to take terms up to r = 3 to get an accuracy of 
at least 1 in 10®, which is equivalent to obtaining the energy represented by 
this integral with an error not greater than 0*0003 e-volt. This is quite 
sufficient for our purposes, though the addition of one more term would 
increase the accuracy about twenty times. 
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The production of gamma-rays by neutrons 

Br E. H S. Buehop, B.A., M.Sc., R. D, Hill, M Sc. and 
A. A. Townsend, M.Sc. 

Natural Philosophy Laboratory, University of Melbourne 
{Communicated by Professor T. U. Tjoby, F.B 8 ) 
Introduction 

The production of y-radiation duo to the passage of neutrons througi» 
matter Mvas discovered by Ijea (1935) and has been subsequently investi- 
gated by a number of workers The exjierimenta of Ijea with fast neutrons 
appeared to inflicate that the y-radiation anees from a process of inelastic 
scattering of neutrons. Evidence for the occurrence of inelastic scattering 
of fast neutrons has been obtained by JDanysK and others (1934) and Ehren- 
berg (1935) and it has been pointed out by Bohr that on current theories of 
the interaction between fast neutrons and atomic nuclei most of the scat- 
tering would be exjiected to be inelastic. On the other hand, measurements 
of the absorption of slow neutrons in elements which emit y-rays (o.g. 
Cd, Hg) show that the absorption is a sharp resonance process, and it is 
assumed that the y-radiation in these cases arises from neutron capture. 
The present work was undertaken with a view to determining the energies 
of the neutrons which give rise to the y-radiation, in an attempt to throw 
some light on the mechanism of its production. 

Method of estimating the enkeoy of the neutrons 

The energy of homogeneous neutron groups can be estimated by measuring 
their absorption coefficient in boron. This method has been applied to 
estimate the energy of the neutrons which give rise to artificial /?-radio- 
aotivity in the case of a number of nuclei, but has not been applied pre- 
viously to the estimation of the energy of neutron groups responsible for the 
production of y-radiation. 


Validity of the 1/v law fob boron absorption 

The boron absorption metho<l of determining neutron energies rests on 
the assumption that the absorption coefficient of slow neutrons in boron is 
[ lie 1 
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inversely proportional to the neutron velocity. This law, which follows 
from very general theoretical considerations, has been experimentally 
verified in the region of thermal energies by Rasetti and co-workers (1936)^ 
using a mechanical method to vary the relative velocity of the neutrons and 
the absorbing material. 

In energy regions higher than the thermal the evidence for the law is 
mainly indirect. Thus Goldsmith and Rasetti (1936) have measured the 
energies of those neutrons which excite fl-ray activities in various elements 
by carrying out absorption measurements in both lithium and boron. 
Assuming the Ijv law to hold for both lithium and boron absorption, the 
values of these energies come out to be the same in either case. It follows 
from this that either the Ijv law is valid for both boron and lithium absorp- 
tion or else both of these absorbers depart from the law in the same manner. 

Further, Preiswerk and von Halban (1936) (and indei>endently Amaldi 
and Fermi (1936)) have described another method for the determination of 
the energies of neutron resonance absorption groups quite indeiiondent of 
the 1 /v absorption law. The measurements of the energies of the groups 
obtained by this method show approximate agreement with those made 
assuming the validity of the 1 /v law 

The 1 /v method of investigating the energies of neutrons responsible for 
the production of y-radiation involves 

(1) The determination of the absorption coefficient in boron for thermal 
neutrons. The mean energy of those neutrons can bo calculated on the 
assumption of thermal equilibnuin between the neutrons of this group and 
the paraffin molecules used to reduce their velocity. 

(2) The determination of boron absorption curves for the neutrons which 
excite y-radiation in the different materials being investigated. 

iVom the former determination the boron absorption »»efficiont for 
neutrons of a certain energy can bo obtained' and assuming the I /w law the 
energy of the neutron groups responsible for the different activities can bo 
obtained from the latter. 

Expkbimkntai. abranobmknt 

Fig. 1 shows the arrangement of apparatus used. The y-radiation was 
detected by means of a Geiger-Miiller counter 6 cm. long, 3 cm. diameter, 
enclosed in a cylinder of lead with a wall sufficiently thick (2 mm.) to prevent 
any ^-particles arismg in the siwcimon from reaching the counter. The 
specimens in which the y-radiation was induced wore in two forms, viz. 

(1) In the case of Ag, Cd, I, Hg hollow cylinders surrouading the counter. 
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(2) In the case of Sb and As rectangular boxes 0x7 cm., of appropriate 
thickness to produce a measurable effect and placed directly beneath the 
counter. 

In either (sase screens of B/’ were placed above and around tlie sides of 
the H])ecimen to absorb slow neutrons scattered from neighbouring objects. 
This precaution was found to be necessary since the effect with silver was 
reduced by about 20 % when the screens were employed. 



Fiu. 1 Experuncntal arrangement. 


Magnitude of obsbeved effects 

With the counter used the normal c(»mic ray count was approximately 
60 j>er min. The introduction of a 360 millicurie Rn + Be neutron source 
increased the count to 220 jier min. When a cylinder 7 cm. long, 4 mm. thick 
of silver was placed round the lead cylinder containing the counter the 
counting rate was increased further to 300 per min. 
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Dbtbbmuiation of tub absorption coefficient 

OF THERMAL NEOTRONS IN BORON 

In general the measured value of the absoqition coefficient of thermal 
neutrons will def)end upon the particular type of neutron detector used. 
Previous workers have used a detector for which the sensitivity is inversely 
proportional to the neutron velocity. Under these conditions Bethe and 
Plaozek (1937) have shown that the measured absorption coefficient in 
boron corresponds to tliat for neutrons having a mean energy of 
T being the temperature of the paraffin in which the neutrons have been 
reduced to thermal energies. 

In our experiments the arrangement of fig. 1 was used. A cylinder of 
cadmium 0-6 mm. thick and 7 cm. long fitting tightly round the lead 
cylinder in which the counter was placed was used as a neutron detector. 
The boron in the form of boron carbide was contained in thin soda-glass 
containers 9x7 cm. placed directly lieneath the specimen in which the 
■y-radiation was being produced. Each container had the same thickness, 
the boron content being varied by mixing the B^C with powdered carbon 
in different proportions m the various containers Appropriate corrections 
were made for the absorjjtion of y-radiatlon arising from the radon source 
in the specimen and absorbers. 

In this method of experiment the neutron detector registers all thermal 
neutrons indefiendently of their velocity. In these circumstances it can be 
shown that the measured boron absorption coefficient corresponds to that 
for neutrons of energy 4^T/ir. On account of this it is to be expected that 
the absoriition coefficient obtained from this measurement should be lower 
than that obtaineil by other workers m the ratio nji (assuming the l/v law 
to bo valid). 

Fig. 2 shows the boron absorption curve obtained by this method. The 
value of the mass absorption coefficient deduced from the early jiart of this 
curve is fijp = 30 ± 2 cm.® gni.~^. The curve is not a true exponential owing 
to the gradual hardening of the neutron beam in passing through the boron. 
The form of the curve agrees well with that to bo ex^xicted assuming a l/w 
law for neutron absorption in boron 

The absorption coefficient of thennal neutrons in boron has also been 
determined usmg as detector the y-rays induced in a silver cylinder of the 
same dimensions as the cadmium and correcting for the production of 
y-tadiation in the specimen by neutrons of non-thermal energies. In the 
case of silver the absorption coefficient for thermal neutrons is much smaller 
than in the case of cadmium and only a small fraction of incident thermal 
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neutrons will be absorbed in a silver specimen of this thickness, so that the 
sensitivity of detection is approximately proi)ortional to 1/w. The mean 
energy of thermal neutrons absorbed by a thin layer of boron is then vkTjA. 
Assuming the l/t> law for boron absorption one would then expect a value of 
the mass absorption coefficient in this case of fi/p = i/n x 30 cm.* gm.~^ = 
38 cm.* gra.“*. The value actually obtained was 35 + 6 cm * gm.~i 



Thickness of boron absorber (gm. cm -•) 

Fig. 2 Absorption in boron of neutrons which excite y-rays in radmmm. 

Table T shows the values of pip so far obtained by different methods of 
detection. 

Table I. Bobon absorption coefficients for thermal neutrons 

PIP for uoutrons 
of energy nkTU 

Observer Method of detection used (T — 290° K.) 

Mitchell (1936) Boron lonixation chamber 27-7 gin.-* cm.* 

Qoldsinith and Rasetti (1936) Rhodium //-radioactivity 28-0 „ 

Ainaldi and Fermi (1936) Rhodium //-radioactivity 38-0 

Livingston and Hofifman (1937) Boron ionization chamber 36-0 „ 

Authors Cadmium y-radiation *38-0 ±20 „ 

Authors Silver y-radiution *35 0 ± 6 0 „ 

* Calculated from measured absorption coefficient for neutrons of energy WTjrt. 

It is seen that there is considerable divergence between the values 
obtained by different observers. Our measurements are m good agreement 
with those of Amaldi and Fermi and of Livingston and Hoffman. 

In this paper the value pjp = 30 cm.* gra.-* has been taken for the boron 
absorption coefficient for neutrons of energy 0033 V ( = AkTln if T «=< 290° K.), 
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DbTBEMINATION OB THB BOSON ABSORFTION CITEVB FOB 
NON-THBEMAL NEUTRONS WHICH KXCITK y-RADIATION 

In a manner exactly similar to that described in the last section boron 
absorption curves have been obtained for the non-thermal neutrons which 
excite y-radiation in the specimens tabulated below. 

Table II. Thickness of specimens used 

Specimen Mosti/unit area 

Silver 4 2 gm cm “• 

Silver 0 526 „ 

Araonio 3 61 

Antimony S 88 „ 

lodme 6*5 „ 

Mercury 1 l-O „ 

With the exception of one of the silver specimens the above are considerably 
thicker than detectors used in the case of yff-ray measurements. Specimens 
of this thickness were necessary in order to get effects of a convenient 
magnitude with the sources available to us. Further, they yield information 
about neutrons which are captured into a considerable number of resonance 
levels in contrast with curves obtained with thin indicators which give 
information about the resonance level of lowest energy only. 

Figs. 3 and 4 show the curves obtained for the y-ray activity of the speci- 
mens as a function of the thickness of the boron absorber. All the curves 
exhibit the same general features, viz a rapid initial decrease of intensity 
with boron thickness followed by a region in which the intensity decreases 
very slowly.* 

Theoretical form of the ab.sorption curves 

Bethe and Placzek (1937) have shown how the boron absorption curves 
can be analysed along the linos of the theory of neutron capture of Bohr 
(1936) and of Breit and Wigner (1936) when thin siieciraens are used as 
neutron detectors. The theory is here extended to the case of detectors of 
finite thickness. We calculate first the activity produceil in a specimen of 
thickness I duo to the absorption of neutrons into a single resonance le\ el. 

Bethe and Placzek deduce for the activity of a thin specimen due to 

* The thiok-Hilver curve of fig 3 is slightly liifferont from that previously reported 
by the authors ( 1936) Previously, insufticu'iit ourroction was made for the absorption 
of y-rays from the radon source in the boron containers. 
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Boron absorbor thickntws (gtn. vin,-*) 

Fi«. 3. Absorption in boron of neutrons which oxcite y-rnys m two spocimons of 
silver. The thieknassos oro given in tho text The ordinates for xero boron absorber 
thickness roproaont approximately tJio rolativo activity. 





— ♦ 


Mercury 


















lodi 

le 


IB 


t 






c:: 

- ^ 


Antn 

-t— J 

jnony 




^ 

— — 

■■ 





\. 1 . 

Arsemc 



0^ R 0^8 12 16 70 24 2 8 

Boron absorber thickness (gm. cmr*) 


Fio. 4. Absorption in boron of neutrons which excito y-rays in mercury, iodme, 
antimony and arsonio. The ordinates for zero boron absorber thickness represent 
approximately the rolativo intensity of the activities for detcctoni of thickness given 
m tho text. 
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capture into a level g of the intermediate state (produced by neutrons which 
have reached thermal equilibrium with the paraffin used to slow them down) 

A„ = ( 1 ) 

where Eg is the energy of the level g, S the thickness of the siiecimen, C a 
constant defwnding on the rate of emission of neutrons from the source and 
their mean free path in the paraffin used to slow them down. 

^he so-called “reduced neutron width”, is given by /” = F^Eg^, 
r„ being the width of the resonance level into which the capture occurs 
arising from the possibility of the omission of a neutron from that level 
We shall assume, with Bethe and Placzck, that there is little vanation in 
between the different levels for the same nucleus. We assume further 
that the neutrons are absorbed exponentially with absorption c*oefficient 
a£“* in the material of the detector The assumption of exponential absoqi- 
tion is not strictly correct on account of the finite width of the level. From 
equation (60) of Bethe and Placzok’s paper it is seen that the assumption of 
an absorption coefficient projiortional to Eg^ is equivalent to assuming F 
the total width of the levels of the same nucleus to be almost constant. 
Fortunately it is found that the particular value chosen for the neutron 
absorption coefficient in the specimen does not greatly affect the conclusions 
to be drawn, so that these assumptions are not <Titical. 

The activity produced in a detector of thickness I is 

Ag = C7” 

- ■ Eg(a-KE]) ’ 


where k is the absoqition coefficient of the y-radiation in the specimen itself. 

If before reaching the detector the neutrons are filtered through a layer 
of boron of thickness t the activity produced becomes ap^iroximatoly 


Aa(t) = 


Eg{d-KEl) 


( 3 ) 


where fiEg^ is the absorption coefficient of neutrons of kinetic energy Eg in 
boron 

We suppose now that the levels are uniformly spaced, D volts being the 
spacing between consecutive energy levels and Ei the energy of the lowest 
level. 

Then 


Eg^E^ + {S-\)D. 


(4) 
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The total activity A (<) is then given by the summation J ) • Transforming 

ff-i 

the sum into an integral, 




c 




\{pL-KEi) 

cr^/e-^rV''- K\ 


-ffi|- («J +/»)(£!- j)) +E, {(«J+« -]], 
where Ei[x) = i 

J-M « 

Expression (6) gives the activity in a convenient form for comparison 
with the exiierimental results, and shows particularly well the variation of 
tlieformofA(<) with the ratio ForD/JPj = oo, the first term alone gives 

the shape of the boron absorption curve, whilst for DjE^ = 0 the second 
term gives the shape of the curve For finite values of D/Ei the appropnate 
curve lies between these two extremes. 


APPUCATION op THR TIIJCOBY to TIIK RXPBBIMENTAL CITBVES 

The above theory has been applied to the analysis of the experimental 
boron absorption curves for neutrons which excite y-rays in silver. In order 
to apply equation (6) it is necessary to know the values of certain constants 
concerning the absoiqition of neutrons m boron and silver and of y-rays in 
silver. 

The absorjition coefficient x of silver y-rays in silver is calculated as 
0*035 cm.‘ gm. ^ assummg the quantum energy of these radiations to be 
4 million electron volts The constant determining the absorption of neu- 
trons in boron is obtained from the measurements of the absorption of ther- 
mal neutrons described in an eswlier section. 

The constant a determining the absorption of neutrons in silver is not so 
easy to obtain. Amaldi and Fermi (1936) have found the value /i/p =■ 20 
cm.* gm. '* for the absorption of A group neutrons in silver. The energy of 
these neutrons (which excite the 22 sec. fioriod radioactivity of silver) is 
found by absorption measurements to be 2*8 V. Measurements carried out 
by us seem to indicate a very much smaller absorption coefficient in silver 
for these neutrons, but this work is probably not entirely comparable with 
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that of Amaldi and Fermi, since in these experiments we used detectors 
having a mass per unit area of 0-625 gm. The 8{)eoimen used by Amaldi and 
Fermi had a mass per unit area of 0-067 gm. 

We have made calculations of (6) assuming values of 20 cm * gm and 
also of 3 cm * gm.-^. The actual values of these constants do not modify the 
general conclusions to be drawn from this analysis. In the calculated curves 
shown in this jiaper the value /i/p = 20 cm * gm.~' given by Amaldi and 
Fermi has been used. 



Fio. 6 Comparison of experimental boron alworption curve (using thick silver 
detector) with theoretical ciirvt-H calculated for a largo number of valiies of 
and DjE^. 


Expression (6) fur A(t) has boon calculated under these assumptions for a 
large variety of values of and D/Aj for the y-rays excited in the thick 
silver detector, and the resulting curves are shown in comparison with the 
experimental curve in hg. 6. It is evident that under no circumstances can 
a curve represented by (6) fit the actual experimental curve. 

A good tit could Vie obtained, however, if the magnitude of the slowly 
varying portion of the curve were not so largo in comparison with the 
activity for /.ero boron thickness. 

It is difficult to see how the assumptions underlying the theory could lie 
modified to provide a reasonable fit to the experimental curve. If, however, 
the reduced neutron width of the levels were to increase sufficiently with 
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Eg, a reasonable agreement between the calculated and experimental curves 
could no doubt be obtained. 

It may be, however, that some other process is occurring which gives rise 
to y-radiation in the case of collision between fast neutrons and silver 
atoms. Possibly the most reasonable hypothesis to make is that some of the 
y-radiation anses from a ty^ie of inelastic scattering of fast neutrons which 
is not represented in exxiression (6).* To allow for this it would be necessary 
to raise the base-line of the exjienmental curve by an amount corresponding 



Fig. 6. Comiianson of oxpi>nmontal and thoorotical curves 
for y-rays oxcitod in a thick silver specimen 
Theoretical curve (/?j = 0 5 V, II). 

Ex|ieriincntal curve for y-roys pnxluced by resonance capture assuming 36 % 

of total obB<>rv««d mti'iwity due to some process other than resonance capture 

to the intensity of the y-radiation produced in this way. Applying this 
hypothesis, a very good fit lietween the theoretical and expenmental curves 
can be obtained by supposing Ei = 0-6 volt, DjEi = 11, and that 36 % of 
the total y-ray activity arises from the indejiendent process. Further, this 
fit is unique. Thus fig. 6 shows a companson between the experimental and 
theoretical curves under these conditions Broadly speaking, the value of 
Ej^ determines the slojie of the early part of the theoretical curves, the pro- 

* Expression (6) takes into account one type of inelastic scattering, viz. that 
corresponding to capture of the incident neutron followed shortly afterwards by 
emission of the same or another neutron with lower energy. 
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portion of the fast neutron activity due to the postulated independent 
process determines the slope of the curve for large values of the boron ab- 
sorber thickness and DjE^ determines the relative importance of the two 
terms of equation (6). 

In the case of the thin silver specimen the resonance activity arises almost 
entirely from capture into the lowest enei^ level, i.e the boron absorption 
curve due to resonance capture should be almost ex))onential with a value 
of the absorption coefficient fijp = 7-6 cm.* gm." * corresponding to a neutron 
energy of 0-6 V. Superimposed on this ex|K>nential, however, will be a small 
constant component due to y-rays produced in an inelastic scattering 
process if the previous hypothesis is valid Assuming the y-ray mtensity 
due to this process to be proportional to the thuskness of the specimen, and 
that 38 % of the activity produced in the thick specimen arises from this 
process, the corresponding figure for the thin specimen comes out at 15 % 
of the total activity. Fig. 7 shows a boron absorption curve calculated on 
these assumptions for the thin silver detector compared with the exiieri- 
mental points. The agreement is seen to be very reasonable. 



Pia. 7. Comparison of experimental points for thm -silver y-radiation and curve 

calculated assuimng = 0-5 V and 15% of total y-radiatiuii to fast neutrons. 

No attempt is made in this analysis to distinguish between y-rays pro-, 
duced in the tw’o silver isotopes. If y-rays can be produced in both isotojies, 
the resultant boron absorption curve on the Bethe-Placzek theory would 
be a combination of two curves of the type of fig. 5. It does not seem that 
any possible combination of two such curves could give a curve decreasing 
so slowly for large boron thicknesses as that observed, which indicates the 
necessity for postulating the production of y-radiation by some independent 
process. 
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The analysis was carried out for silver since it was easiest to determine the 
curves accurately in this case. Fig. 4, however, shows also curves for the 
y-rays excited m arsenic and iodine — elements which consist of a single 
isotope. From an insjioction of the shapes of these curves it is clear that the 
same difficulties would arise in attemptmg to obtain a fit to a theoretical 
curve as arose in the case of silver. 

The curves which have been obtained for other elements are similar in 
form to that for tluck silver and can thus be explained m a similar manner. 
The experimental {mints are in these cases less accurately determined, 
however, and so no attempts have been made to assign values for E^, D/Ei, 
etc., for them. 

It should be pointed out that a constant background of the type of that 
ascribed to y-ray production with inelastic neutron scatteriag could be 
produeeil by wholly instrumental means. Thus if neutrons are scattered on 
to the specimen from directions other than that of the source such a constant 
background would be produced. On account of the precautions taken to 
prevent these scattered neutrons from reaching the specimen it is highly 
unlikely that any y-ray activity could arise from this cause and certainly 
nothing of the order of magmtude required to explain the observed efieot. 

Further, any error in estimating the absorjition of y-radiation from the 
source in the specimen would produce an uncertainty in the magnitude of 
the background. It is inconceivable, however, that the uncertainty in this 
measurement could be sufficiently lai^ to account for that portion of the 
activity which we have attributed above to inelastic scattering. 

Ark THB ENKROY levels which give rise to y-BADlATlOH IDENTICAL 
WITH THOSE GIVING /9-HADIATION FROM THE SAME NUCLEUS? 

Fig. 8 shows the boron absorption curve for neutrons which give rise to 
y-radiation in silver together with curves for the absorption of neutrons 
which give rise to the two ^-ray activities (half periods 22 sec. and 138 see. 
respectively). 

In each case the thickness of the silver detector was 0-5 mm. In the (»8e 
of the latter two curves precautions similar to those described above for the 
y-ray determinations were taken to prevent neutrons scattered from other 
parts of the room influencing the results. The geometry of the arrangement 
was reasonably good, the mean obliquity of neutrons passing through the 
absorber being about 15° to the normal, and only a small oorreotion was 
necessary to allow for this.* 

♦ Tlie obliquity correction in the y-ray case was also small. 
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The curves indicate that the absorption in boron of the neutrons pro- 
ducing y-radiation is greater than that for the neutrons giving rise to the 
artificial radioactivity, although the measurements do not lie far outside 
the probable error wWoh, on account of the smallness of the effect, is very 
large in the case of the y-ray aotmty. 



Boron absorber thiekuess (gm. cm.'*) 

Fia. 8. Comparison of boron absorption curvo for the various 
activities iiuiuced m silver by neutrons. 

^ - y-ray activity (thin detector) 

+ 22 see. ^-radioactivity. 

<|) — - 138 H«c. /^-radioactivity. 

Further light on the question of the identity of the resonance levels which 
give rise to y-radiation and those which give nse to the /ff-radiation has been 
obtained by measuring the relative activities produced by thermal and non- 
thermal neutrons in the different cases. The same disjxisition of ^laraffin 
and detector was used in each case, so that the quality of the neutron beam 
reaching the siieoimen was the same. The experimental arrangement was 
similar to that of fig. 1 , except that a great deal more paraffin was used round 
the source to increase the percentage of slow neutrons. 

Table III shows the results obtained for this measurement. 

Table III 


Ratio of activity 
produced by thermal 
neutrons to that produced 
Activity by non-thormal neutrons 

22 sec. /S-radioactivity 3-8 ± 0-7 

y-ray emission 5- 1 ± 0-9 


Vol CLXV. A 
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The relative aotivity produced by thermal to that produced by non- 
thermal neutrons appears to be greater in the case of the y-ray activity than 
in the 22 sec. fi-ray case, although the two measurements lie just within the 
hmits of probable error. The 138 sec /^-activity has not been investigated 
m this way. 

Information on the above question is also obtained from the measurements 
descnbed in tlie last paragraph by comparing the number of /ff-ray electrons 
and y-ray quanta produced. For a neutron source consisting of 360 milli- 
curie of Rn + Bo a sheet of silver of 0 6 mm thick, 9x7 cm. placed close to 
the counter (enclosed in 2 mm. of lead) produces about 60 impulses ixir min. 
The 22 sec /?-ray activity measured by bringing the silver specimens after 
neutron irradiation in approximately the same positions relative to the 
counter as is the silver during the y-ray measurements, and extrapolating 
to zero time after removal from the neutron source is about 80 per min. 
Allowing for absorption of the ^-radiation in the silver and the A1 wall of 
the counter (0-3 mm. of Al), the corrected activity at the counter would 
come out at about 200 impulses per min. for the jmrticular arrangement of 
lead and paraffin used. 

For y-ray detection the efficiency of the system (counter cylindrical 
lead shield) is estimated at approximately 1 %, based on the approximate 
relative absorption coefficient of the Ag y-radiation and its secondaries m 
Pb. This implies that the number of impulses that would be produced at 
the counter if the y-radiation were totally absorbed is 5000 per min , i.e. 
larger than the number of 22 sec. /?-ray electrons by the factor 26. 

When equilibrium has been reached the number of 138 sec. /Sf-rays per 
min. is somewhat less than the number of 22 sec. /^-rays. The number of 
y-ray quanta produced on neutron capture therefore exceeds the total 
number of /^-rays of both periods by a factor of at least 16, i.e. either fifteen 
y-ray quanta are produced per absorbed neutron in addition to a yff-ray or 
the y-radiation arises from a process different from that which gives rise to 
the /J-radiation. 

The first hyjiothesis does not appear very attractive. In view of this 
evidence it appears possible that the resonance y-radiation arises from a 
process independent of that which produces either of the /^-radioactivities, 
although a conclusive test of this point is scarcely possible until more intense 
neutron sources are available. Since there are only two known stable iso- 
topes of silver, it is difficult to understand where the two /ff-radioactivities 
and the y-ray effect could arise. It would appear necessary to postulate 
that the same nucleus may have two sets of energy levels, the capture into 
one of these giving rise to a y-radiation, whilst capture into the other 
produces a ^-radioactive nucleus. 
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A siinilar phenomenon hae been observed by Wanng and Chang (1936) in 
a study of the positron radioactivity induced by the bomliardment of 
}JAl by a-particles. Tiiere are two known methods of disintegration of JJAl 
by a-particles, viz. 

(1) fJAl-t-IHe-yfSSi + lH, 

(2) ?|Al+iHe->fSP-^Jii. 

The resonance levels in the case of the first reaction have been known for 
some time. Waring and Chang investigated the resonances in the second 
case and found them different from those for the first. Since in each case the 
intermediate nucleus is the same, they have mterproted this to imply that 
nuclear resonance phenomena depend not only on the energy of the incident 
particle but also on the nature of the final state of the system. Our work 
points to the possibility of a similar conclusion in the case of neutron 
capture. 

We wish to thank Professor T. H. Laby, F.R.S., for his interest and advice 
during the progress of the work. We are also indebted to Dr H. C. Webster 
and Mr F. G. Nicholls of the Radio Research Board for help m connexion 
with the counting circuits. 

The radon was supplied by the Commonwealth Radium Jjaboratory, 
and our thanks are due to the officers of the laboratory (Messrs T. H. Odibe 
and W. N. Christiansen) for preparing the sources for this work. 

Two of us (R. T). H. and A A. T.) were holders of Dixson Research 
Scholarships during the course of this investigation. 


Summary 

Measurements have been made of theabsorptionin boron of those neutrons 
which excite y-rays in specimens of cadmium, silver (of two thicknesses), 
arsenic, antimony, iodine and mercury. The measurements were carried out 
using thermal neutrons in the case of cadmium and silver (thui 8|)ecimen) 
and non-tbennal neutrons in the case of silver, arsenic, antimony and 
mercury. 

The curves in the latter cAse were always of the same general type, con- 
sisting of an initial component rapidly decreasing with boron absorber 
thickness superimposed on a component varying very slowly with boron 
thickness. It is shown that the initial component is to be associated with a 
nuclear resonance level corresponding to very small neutron energy, while 
the other component is due to neutrons captured into resonance levels of 
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greater energy. The curves are interpreted m terms of the Bethe-Plaoeek 
formulation of Bohr’s theory of nuclei. 

In the case of silver, absorption measurements in boron have in addition 
been made of those neutrons which excite the yfl-radiations of 22 sec. and 
] 38 sec. half-period. 

The question of whether a nucleus which on neutron capture can emit 
both and y-radiation will have the same resonance levels corresponding 
to both methods of reorganization is discussed. For silver the evidence 
points to the existence of separate sets of energy levels for y-ray emission and 
fi-rd,y decay, but it is not suiiiciently conclusive to settle this point finally. 
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The formation of mercury molecules. II 

By F. L. Arnot, Ph.D., Lecturer in Natural Philosophy and 
Mabjorik B. M’Ewex, B.Sc., The University, St Andrews 

{Communicated by H. S. Allen, FJt.8. — Received 17 December 1037) 
Introduction 

In the first paper on this subject Amot and Milligan (1936), using a mass 
spectrograph, showed that diatomic mercury molecules wore formed by 
attachment of excited atoms to normal atoms, the ])ro<lu(;t8 of the collision 
being an ionized molecule and a free electron It was shown that fur this 
process to occur the<excited atom must be m an energy state about 9-6 V 
above the normal 

The primary object of the work described m this paper was to determine 
this appearance potential more precisely by using the balanced space 
charge method. The lowest excited state of an atom which, on collision 
with a normal atom, leads to the formation of a molecular ion is shown to 
be the dsSp 4 state of 0*722 V energy. In addition we have detected 
molecular ions formed by the attachment of two excited atoms, and evidence 
is put forward to show that only atoms in P states form attachments with 
normal atoms which lead to the formation of molecular ions. 


Apparatus 

A scale drawing of two forms of the apparatus, which gave identical 
results, together with a winng diagram, is shown in fig. 1. All metal parts, 
including gauzes, filament leads and connecting wires, were made of 
nickel, spot-welded where necessary The cylinders and (7, were of 
identical construction except for the gauze window in Cj. The caps on the 
ends of these cylinders were pressed out of one piece of nickel to give a 
perfect fit, and then were spot-welded on. The cylinder was fitted into a 
rectangular box folded from a single sheet of nickel so as to prevent any 
electrons from the filament t\ reaching the outside of C,. Tliis box con- 
tained the gauze window between and the field-free space 8 where the 
ions were produced. The cylinder 6’, was supported from by quartz 
rods which insulated it from the r«»t of the apparatus. 'The filament F^ 
was a straight tungsten wdre 0*16 mm. in diameter and 12 mm. long. The 
[ 133 J 
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filaments jP, and F,. which were connected in parallel, were each of tungsten 
0<1 mm. in diameter and 12 mm. in length They wore co-axial with the 
cylinders and C,, and their leads were insulated from the cylinders by 
short quartz tubes passing through the end-caps. 


0 12 3 



Fio. 1. Ap[)aratU8 and wiring diagram. 


The apparatus was contained in a large pyrex tube fitted with a 6 cm. 
ground-glass 3 oint, so that the whole apparatus could be withdrawn for 
adjustment and filament renewal. The jomt was water-cooled and a low 
vapour pressure Apiozon grease was used. The tube was connected to a 
mercury difiFusion jiump backed by a Uyvac pump, and to a McLeod gauge. 

A pool of mercury was kept at the lower end of the tube which could be 
heated by a non-inductively wound electric furnace. To prevent rapid 
diffusion of mcrcuiy vapour at high pressures a nickel-plated copper disk, 
just small enough to pass through the ground joint, was fitted between 
the apparatus and the outlets to the pumps and McLeod gauge. This 
arrangement was found to be quite satisfeMitory for vapour pressures up to 
about 0-03 mm of Hg at 0° C., but to obtain pressures of the order of 
0-1 mm. the following modification was made. The apparatus shown in 
fig. 1 a was slightly reduced in size so that it could be enclosed in a nickel 
cylinder 3 cm. in diameter and 0 cm. long. This cylinder was closed by a 
tight-fitting cap at each end, the only opening being a small aperture for 
the entry of the leads to the filament The other leads were taken out 
through quartz tubes fitting tightly into the containing cylinder. When 
mercury was placed inside this cylinder it was found that the heat radiated 
from the filaments was sufficient to produce a high vapour pressure. 
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The vapour pressure corresponding to different temperatures of the 
furnace was found by using an ionization gauge substituted in place of the 
apparatus in the pyrex tube. The gauge was of the external collector type 
and was calibrated against the McLeod with nitrogen. Fig. 2 shows the 
variation of mercury vapour pressure with furnace temperature. The 
broken curve represents the saturation va^iour pressure corresponding to 
the same furnace temperatures reduced by a factor of one-quarter, these 
values bemg taken from the “International Critical Tables” and reduced 
to 0° C. The curves show that for high va]K)ur pressures the actual pressure 
in the tube was approximately one-quarter of the saturated value at the 
same furnace temperature. These curves and all values of the vapour 
pressure given in the paper arc reduced to 0° C. 



Fig. 2. Frossuro m apparatus as a function of fumaco tomporaturo. Broken curve is 
one-quartor of saturation vapour pressure. 

To obtain a vapour pressure of the order of 0<1 mm. the apparatus was 
enclosed in an outer cylinder as described above. The vapour pressure was 
then metisured by an ionization gauge enclosed in the cylinder. For all 
runs the pressure of residual gas, as shown on the McLeod gauge, was 
below 2 X 10-* mm. of Hg. 
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Experimkntal procedure 

After the usual flashing and running in of all filaments the current 
through the filaments and F, was set to give a saturated emission from 
each filament of about 0- 1 mA. The potential between F, and F, and their 
respective cyhnders was then reduced to 2 V, resulting in the emissions from 
Ff and being strongly space-charge limited to a value of about O-Ol mA. 
The emissions from and F^ were then balanced by the bridge arrange- 
ment shown in fig. 1 which incorporated two 10,000 ohm resistance boxes 
and the galvanometer Mi having a sensitivity of 7*8 x 10““ amp./mm. In 
this way any fluctuations in the potential of the cells supplying the heating 
current to F^ and F, wore eliminated. The emission from F^ alone was 
read on the galvanometer if, having a sensitivity of 9’7 x 10“* amp /mm. 
so that its constancy during a run could bo checked. Both galvanometers 
were provided with universal shunts so that their sensitivities could be 
suitably altered. 

Electrons from Fi were accelerated up to the gauze 0i by a potential 
V„ applied to the centre of the filament as sliown in fig. 1. F„ was read on 
a Weston standard voltmeter. Some of the ions jiroduced in the field-free 
space 8 diffused through the gauze G, and, by neutralizing the space charge 
around increased its emission which was indicated by the deflexion of 
the galvanometer Mj. This method is known to be a very sensitive detector 
of positive ions, since it has been shown that a single positive ion neutralizes 
the space charge of as many as 10* to 10* electrons, for the ions revolve in 
spiral orbits around the filament, making many loops before finally hitting 
the fine wire 

When V„ was below the ionization potential the emission from was space- 
charge limited and consequently increased as ¥„ was increased. When the 
emission from Fi was kept as constant as possible by readjusting the filament 
current after each change in V^, it was found that the number of electrons 
passing through the gauze Qi into the field-free space S varied in an erratic 
manner. This was determined by insulatmg the gauze Oi finm the rest of the 
apparatus, and then measuring the currents to Oi and to the box behind 

When the emission frnm Fi was allowed to increase as Vq was increased 
it was found that the number of electrons passing through the gauze 
increased steadily with This steady increase was linear up to 10'4V, 
the ionization potential, after which the rise became progressively less 
steep as the emission reached its saturation value of about 0* 1 6 mA. It was 
thus found to be more satisfactory not to attempt to keep the emission 
from Fi constant, but to allow it to increase steadily as was increased. 
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Results 

(1) JlfeasuremnU %n vacuum. 

Measurements in vacuum wore made by immersing the tube containing 
the apparatus in a large Dewar flask containing a mixture of solid carbon 
dioxide and alcohol. was increased from 0 to 12 V in steps of 0-6 V, and 
the change in the emissipn from i\ was measured by the galvanometer M^. 



Fio. 3. Results in vacuum for vanous values of the saturated emission m milli* 
amperes given by filament t\. 

The results obtained are shown in fig. 3. The number on the right of each 
curve is the saturated emission of /*, in milhamperes, and thus represents 
a measure of the temperature of the filament which must be increased in 
order to increase the saturated emission. The curves have been slightly 
displaced in a vertical direction so as to soimrate the points at low values 
oflj. 

It is seen from fig. 3 that the emission from falls off steadily as 1^ is 
increased, and that the rate of decrease increases with the temperature of 
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the filament F,. It waa found that the rate of decrease in the emission from 
F, increased also when the emission from was increased. 

The reason for this behaviour is due to the fact that the emission from 
Fj is not space-charge liiniteil over its entue length. The temperature of 
the filament is highest in the centre, and the emission drawn from this 
portion is limited by sjiace charge; but the emission from the ends of the 
filament, which are cooled by the leads, is temperature limited. Electrons 
from F■^^ can have no effect on the space-charge limited emission from the 
centre of Fj, but they decrease the temperature-limited emission from the 
ends of by virtue of their space charge Now as is increased the 
number of electrons jxmetratmg the gauze and so affecting the emission 
from the ends of F^ is increased, thereby causing the emission from F, to 
decrease as is increased The same effect is caused by increasing the 
emission from F^ 

If the temperature gradient at the two points, on either side of the 
central portion of the filament, at which the emission just ceases to be 
space-charge limited is small, then the electrons from F, will produce more 
effect than if the temperature gradient is large, since the length of filament 
giving a temperature-limited emission will bo larger the smaller the 
temperature gradient. The temperature gradient at these two points will be 
smaller the lower the temperature of the centre of the filament, that is the 
smaller the saturated emission from the filament. This is borne out by the 
cairves m fig 3 which show that the fail off in the emission from F^ is less 
the smaller the saturated emission that could be drawn from the filament. 

To minimize this effect the filament current for Fj and Fj was kept low 
in future runs, the saturated omission from each of these filaments bemg 
,0'08 mA and the space-charge limited value bemg 0-01 mA. It will be seen 
from the uppermost vacuum curve in fig 3 that the fall off in the emission 
of F, beyond = 3 V is nut far from linear for this value of the saturated 
emission. For many of the runs in mercury vapour this fall off in the 
omission from Fj as was increased was found to be strictly linear up to 
the point at which ions were formed. This enabled us to determine the 
ionization potential more accurately than would otherwise have been 
possible by extrapolation of the curve as in fig. 6. 

(2) Measurements in mercury vapour 

In fig. 4 are shown three curves obtained at different pressures of 
mercury vapour. The curves represent the change in the emission from the 
filament F,, measured by the galvanometer caused by altering the 
energy of the electrons in the primary beam from F^. Curve (a) is for a 
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piessuie of O-OOl mm., curve (6) for 0-031 mm., and curve (c) for 0-11 mm. 
of Hg 0° C. 

Considering the low-pressure curve (c) we see that as the energy of the 
primary electrons is increased uj» to 10 V the emission from falls off 
steadily as occurred in vacuum. At 10 6 V the curve begins to rise sharply, 
showing the presence of positive ions which decrease the space charge 



Pio. 4. Mercury vapour pressure for curve (a) w«s 0 001 mm., for curve (b) 0 03 1 mm., 
for curve (c) 0 11 mm. of Hr at 0“ C. 

around i^. The behaviour of the medium-pressure curve (6) is similar 
except that positive ions now apiiear when Vq is approximately 9-5 V. 
This movement of the point where the curve begins to rise through about 
1 V when the pressure was raised by a factor of ten from that prevailing 
at room temperature occurred in all pairs of curves taken at the two 
pressures. In addition, a distinct change of slope occurred in the higher- 
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pTOssure curves at the value of 1 ^ where the lower-pressure curves begin to 
rise. This change of slope in the higher-pressure curves at a point about 



Fio. 6. Showing onset of atonuc and moleoular ionization. Curve (a) obtained with 
apparatus of flg. la, ourvo (6) with that of flg. 16. 

1 V above the bend in the curves is shown in two typical curves in flg. S. 
The change of slope in the rising portion of the curve did not occur in any 
of the curves taken at room temperature. 

It has been shown by Amot and Milligan (1936) that mercury mole- 
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otilax ions are formed by a collision between a normal atom and an excited 
atom. Since this collision must occur within the lifetime of the excited 
atom, about 10~^ sec., the probability of molecular ions being formed at 
low pressure is extremely small. We therefore identify the point at which 
the low-pressure curves rise as the ionization potential of the mercury atom. 
Since this point is replaced by a change of slope in the rising portion of the 
high-pressure curves we identify this inflexion as the ionization potential 
of the atom. The point at which the high-pressure curves begin to rise is 
then the appearance potential of the molecular ion, which Amot and 
Milligan showed by magnetic analysis to have a value of approximately 

9- 6 V. 

We can now obtain the appearance potential of the molecular ion from the 
high-pressure curves by subtracting the dificronce in energy between the 
point at which the curves begin to rise and the point above this where the 
curves change slojie from the known ionization potential of the atom, 

10- 39 V. The value obtained in this way is independent of any contact 
potentials existing in the apparatus. Seven values of the a}>(>oarance 
potential obtained in this way from diiterent curves by means of the two 
forms of the apparatus shown in fig 1 are given in Table I together with 
the pressure m mm. of Hg at 0° C. at which the curves were taken 

Table I 


Apparatus of fig. 1 a 

Apparatus of fig. 1 b 

Prcwuuro 

Appooranco 

Fiessuro 

Appearance 

mm. of Hg 

potential 

mm. of Ug 

potential 

at 0" C. 

volts 

at 0“ C. 

volts 

0 026 

9 71* 

0-030 

9-70t 

0020 

9 62 

0 027 

9-64 

0017 

9 77 

0 020 

9 6S 

0 009 

9-68 



• From curve (a) of fig. 6 

f From curve (6) of fig. 6. 


Three other curves obtained with a slightly modified form of the 
apparatus shown in fig. 1 a gave values of 9'78, 9-82, 9'64. The mean 
of these ten results is 9-70 ± 0*01. 

It has been shown by Arnot and Milligan (1936) that the molecular ion 
is formed by the attachment of an excited atom to a normal atom. The 
process may be written symbolically as 


Hg'-f-Hg->Hg,+ -H6, 


( 1 ) 
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in which Hg' denotes an excited atom. The appearance potential represents 
the minimum energy that the excited atom must possess for the above 
process to occur. 

It was found by Rouse and Giddmgs (1926), whose results were checked 
and developed by Houtermans (1927) and by Foote (1927), that ions are 
produced in mercury vapour when irradiated by its resonance radiation 
2537 A, of which the photons have only 4*86 V energy. The ionization was 
found to be proportional to the square of the intensity of the light. To 
explain these results Houtermans suggested that an excited atom in the 
2 *Pj state of 4-86 V energy may combine with a metastable atom in the 
2 state of 4-6(l V energy to form an ionized molecule and a free electron. 
He obtained evidence to show that a collision between two atoms both of 
which are in the metastable state 2 ’Po does not lead to ionization. The 
effective process may be written as 

Hg'(2»Pd+Hg'(2»P„) -►Hg^+e. (2) 

Since this process involves the collision of iwo excited atoms we should 
expect it to occur at a considerably higher pressure than that necessary for 
the occurrence of process (1) which involves only one excited atom. 

On raising the mercury vapour pressure in our apparatus to OOl mm. 
we obtained! curves showing that ions were jiroduced by electrons of energy 
between 4 and 6 V. A typical curve obtameil at this high pressure is shown 
as curve (c) in fig. 4. By subtracting a vacuum run from this curve we 
obtain the corrected form shown in fig. 6 as curve (a). Since the rise in the 
curve of fig. 4 between 4 and 6V cannot set in below the resonance 
potential of 4-86 V a correction to the voltage scale of fig 6 of + 0-06 V has 
been mode This correction, which can be accounted for by contact 
potentials, makes the steep rise between 9 and 10 V set in at 9-7 V, the 
mean value obtamed from the results given in Table 1. Tlie broken curve 
in fig. 6 represents the theoretical excitation function of the 2 ®Pi state 
obtained by Penney (1932) 

The close agreement between this excitation function and the hump in 
the curve of fig. 6, together with the fact that this hump only ap]ioar8 
when the pressure is raised to about 0-1 mm., leaves little doubt that the 
molecular ions produced by electrons of energy between 4'88 and 9-70 V are 
formed by collision between a 2 »Pj atom and a metastable 2 *Po atom as 
suggested by Houtermans to account for the ionization produced in 
mercury vapour when irradiated by its resonance radiation. 
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Dl8CtT8SIOK 

During the progress of the present work a paper appeared by Snavely 
(1937) on the same subject using an apparatus essentially similar to that 
shown in fig. 1 b. His pubhshed curve taken at a pressure of 0-09 mm. is 
reproduced as curve (c) m fig. 6 Comparing this with our curve (a) taken 
at approximately the same pressure, ()•! I mm , we see that the two curves 
are of approximately the same shape, but that Snavely’s curve is moved 
boddy to the right relative to our'curve 



Electron energy in volts 

Fra. 6 (a) Curve (c) of fig. 4 oorroctiHl by subtraction of a curve taken in vacuum. 
(6) Pennoy’s theoretical excitation function for the 2 *P, state, (c) Bnavely’s original 
curve, (d) Snavely's curve with suggested voltage scale correction. 

Snavely corrected the voltage scale for contact potentials by moving 
his curve until the second minimum appeared at 10*39 V, for ho inter- 
preted the steep upward rise after this minimum to indicate primary 
ionization of the atom. He remarked that an inflexion occurred in this 
steep upward rise at 1 1*2 V when his curve was so adjusted but offered no 
explanation of this. Our results indicate that this inflexion, which we show 
in fig. 6, represents the onset of direct atomic ionization, and therefore 
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should bo set to appear in Snavely’s curve at 10-39 V. When the voltage 
scale of Snavely’s curve is readjusted to bring this inflexion down from 
11-2 to 10-39 V the beginning of the steep upward rise after the second 
minimum occurs at 9-7 V, which agrees with our value of 9-70 V for the 
onset of molecular ionization by process (1), p. 141, 

Snavely’s curve adjusted in the above way is shown as curve (d) in fig. 6. 
The maximum of his peak now occurs at precisely the same value of the 
electron energy, 7-65 V, as does the maximum of our peak in curve (a). 
However, this peak in Snavely's curve appears to set in at 6-1 V, whereas 
we find it to begin at 4-9 V. Since Snavely reports no vacuum runs it 
appears likely that the fall* in his curve (d) between 4- 1 and 6- 1 V would bo 
steeper in vacuum, so that the peak might really set in at the same value 
as we find Our results indicate that this peak is due to molecular ionization 
by process (2), p 142. 

For the molecular ions formed by process (1) Amot and Milligan (1936) 
obtained a curve showing the probability of formation of these ions as a 
function of the electron energy This curve contained two maxima, a sharp 
one at 11-5 V and a broad one at 47 V. Since the apjiearance potential of 
the molecular ion formed by this process is 9*70 V the excited atom must 
possess 9-70 V energy before it can combine by process (1) to form an 
ionized molecule. The excited state of the mercury atom having an energy 
nearest to this amount is the 4 ‘Pj state which has 9-722 V energy. 
Just above this singlet state there is the triplet state QaQp 6 ’Po,i^ of which 
the energies are 9*792, 9-796, 9-817 V (Bacher and Goudsmit, 1932). 

Schaffemicht (1930) gives an optical excitation function for the singlet 
4 P state of 9-722 V energy which has a broad maximum at 46 V, which 
would account for the broad maximum at 47 V in Amot and Milligan’s 
curve No excitation functions are given for the tnplet 6 P states, but, since 
these states are excited by electron exchange, the excitation functions will 
rise to a sharp maximum just above their critical potentials, and would 
therefore account for the sharp maximum at 11-6 V in the efficiency of 
molecular ionization curve of Amot and Milligan, and also for the marked 
falling oflF of our ionization curve (6) in fig. 4 at 1 1-5 V. Above 10-39 V this 
curve represents the efficiency of molecular plus atomic ionization, and 
consequently only an inflexion, not a sharp maximum, is to be expected at 
1 1-5 V. This inflexion does not appear in the curves taken at low pressure 
where the molecular ionization is negligible. 

We thus reach the conclusion that the molecular ions discovered by Amot 

* This foil, which appears also in our curves, has been shown to be due to the 
emission firom the ends of the filament not being 8paoe>obaTgo lunited. 
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and Milligan when mercury vapour is bombarded by electrons of energy 
between 9-70 and 200 V can be entirely accounted for by the two following 
processes: 

Hg'{4iP,) + Hg->Hg++e. (a) 

Hg'(6»P)+Hfi^Hg+-fe. (b) 

Process (a) accounts for the maximum in Arnot and Milligan’s efficiency of 
molecular ionization curve at 47 V and process (h) for the sharp maximum 
at 11-6 V. We cannot say for certain from our experimental results that 
an excited atom in an 8, D or F state above the 5 ^P state dues not lead by 
collision with a normal atom to an ionized molecule, but we can say that 
the two processes (a) and (ft) involving only the 4 'P state and the 5 *P 
states are sufficient to account fully fur the results of Amot and Milligan. 
It will be shown below that there is some evidence that an oxciteil atom in 
an 8, D or F state does not form an ionized molecule 

We can now fix the value of the apxicarauce potential, which we have 
found in this fmper to be 9-70±0'0l V, accurately from proc-ess (a). The 
appearance [lotential is the energy of the &*8p 4 state, namely 9-722 V, 
smee this is the state nearest in energy to the experimentally determineil 
value 

The results given in fig 0 lead to the conclusion that ionization is also 
produced by the process 

Hg' (2 n\) + Hg' (2 »Po) ^ Hg,+ + e. (c) 

The results of Amot and Milligan show that the ions produced by processes 
(a) and (ft) are definitely molecular, since they were detected by a mass 
spectrograph, but the ions jiroduceil by process (c) have not been analysed 
by this means. It might therefore be suggested that the colbsion [trw-oss 
represented by the left-hand side of (c) leads to atomic ions. The process 

Hg' (2 »P,) -I- Hg' (2 »P„) ^ Hg+ + Hg e 

is energetically imiiossible since the combined energy of excitation is only 
(4-864-4-66) = 9-52 V, which is 0-87 V short of the ionization fiotential of 
the atom. However, the proc-oss 

Hg' (2 »P,) 4- Hg' (2 »P„) ^ Hg+ 4- Hg- 

18 energetically possible, since the electron affinity of Hg is given by 
Glockler (1934) as 1-79 V. The total energy of the right-hand side is now 
(10-39—1-79) = 8-60 V, which is less than the energy of the left-hand side. 


Vol. CLXV. A. 
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The excess energy of excitation to be carried away as kinetic energy by the 
products of the process is (fl-62 - 8-60) =» 0-92 V 

Theoretical investigations of electron transfer such as is involved in this 
process, which have been made by Massey and Smith,* show that electron 
transfer does not become at all probable until the kinetic energy with which 
the particles collide is greater than ten times the excess excitation energy 
which must be carried away by the particles after the collision. Now in the 
above process the kinetic energy with which the particles collide is only their 
thermal energy which is about 0-1 V, and the excess excitation energy to 
be carried away by the separating jiarticles is 092 V, that is ten times as 
great instead of one-tenth as great In view of this we consider that the 
ions are formed in the molecular state by process (c). 

From process (c) we see that the ionization |)otential of the mercury 
molecule must be equal to, or less than, (4-86 + = 9'62 + D volts, 
where D is the work of dissociation of the normal molecule. Since Houter- 
mans has shown that the collision of two 2 ’Pq Atoms does not lead 
to ionization the ionization potential must be greater than 9-32 + 1^ 
volts 

A smgle atom excited to a state of 9-62 V has thus sufficient energy to 
form an ionized molecule when it collides with a normal atom. We have 
shown, however, that no ions are formed by collision with normal atoms 
until the excited atom has 9‘70 V energy. The probable error in our value 
is only 0-01 V. We see from the values given m Table I that the maxxmwn 
error could not reduce this value to 9-62 V. Now the excited states of a 
mercury atom lying within the energy range from 9*62 to 9*722 V are all 
S, D or F states. The first P state with an energy greater than 9*62 V is the 
6«8p 4 iPj state of energy 9*722 V. Therefore, although the excited atom in 
one of the S, D or F states between 9*62 and 9*722 V has sufficient energy 
to form an ionized molecule, no ion is formed until the atom reaches a P 
state Since the processes (a), (6) and (r) which all involve P atoms are 
sufficient to account for all the molecular ions observed in mercury vapour 
the conclusion seems inevitable that the excited atom or atoms must be 
in a F state for attachment to occur with the production of a molecular 
ion. 

In conclusion we should like to express our thanks to Professor H. S. 
Allen who kindly made the necessary arrangements to enable one of us 
(M. B. M’E.) to work in the Natural Philosophy Department. 


* We ore indebted to Dr R. A. Smith for information on this subject. 
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Summary 

An investigation of the formation of ionized mercury molecules has been 
made by the balanced space-charge method. The results obtained m this 
work, together with those previously obtained with a mass siiectrograph 
by Amot and Milligan, show that molecular ions are formed by the three 
processes 


Hg' (2 31\) -H Hg' (2 »Pe) -> Hg+ + e. 

(1) 

Hg' (4 H\)-hHg->Hg^--l-e, 

(2) 

Hg' (6»P)-HHg->Hg,+ -H£. 

(3) 


Ions formed by each of those proccHses have Ijocn detected. The appearance 
potentials for these three processes are rcsiioctivoly 4-86 and 9-722 V for 
(1) and (2) and 9*702, 9*796 and 9*817 V' for the triplet process (3) Ions 
formed by process (1) which requires a collision between two e.\citcd atoms 
were detected at a vapour pressure of 0*1 mm of Hg at 0® C Ions formed 
by processes (2) and (3) which involve a collision between one excited atom 
and a normal atom were detected at pressures of the order of 0*01 mm. 

The ionization potential of the mercury molecule hes liotween 9*62 -fD 
and 9*32 -fZ), where D is the work of dissociation of the normal molecule. 
Using Winans’ (1931) value for D the limits are 9*67 and 9*47 V. 

Excited atoms in states other than E states do not ap]>Arently form 
ionized molecules by attachment oven though they have more than 
sufficient energy to do so. 
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Oscillography of adsorption phenomena 
III. Kates of deposition of oxygen upon tungsten 

By M. C. Johnson and A. F. Hknson 
Physics Department, Umverstty of Birmingham 

[Communicated by M. L. E. Oliphani, F.Ii.S. — Received 18 Decetnher 1937) 
1. Introdxtotion 

The only temperature coefficient hitherto measurod for the atomic layer 
of oxygen on tungsten is that which demonstrates the 160,000 cal./mol. 
expended in its dosorjition. If, however, some energy is required before the 
difference between this heat of adsorption and tJie heat of dissociation can 
be liberated, a further temperature coefficient will exist, giving variability 
to the “condensation coefficient” or fraction of impinging molecules which 
become enabled to contnbuto to this layer. Any such variability extends 
the notion of “activated adsorption” from the slow processes with which it 
has become associated to the almost instantaneous reaction of “chemi- 
sorption Since filling of the atomic layer is generally supposed to precede 
oxidation, and oxidation itself has already been studied through the 
subsequent volatilization of oxide (Langmuir 1915; Kideal and Wans- 
brough -.Jones 1929), an experimental determination of whether the initial 
deposition also needs activating would be highly desirable. This would, 
however, be inaccessible to most technique because of the high speed of 
recording needed. The oscillographic study of reaction velocity, developed 
by one of us in collaboration with Dr F. A. Vick, and hitherto applied only 
to evaporation (Johnson and Vick 1935), offers the opportunity by suitable 
modifications. It fulfills the foUowing requirements. (1) Reaction time may 
be kept below 1 sec., avoiding the usual slow contaminations due to gases 
which strike the walls. (2) The surface may be proved to be dean, within 
a second of gas being admitted, by observation of its thermionic emission, 
thus escaping the common ascription of activations to impurity. (3) The 
gas-covered fraction may be kept small enough to avoid interaction between 
surface particles. (4) No other substance beside oxygen and tungsten is 
introduced os reagent or as indicator. 
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2. Exfkbihbntal 


It will be recalled that thermionic indicators of surface reaction depend 
upon the properties by which an adsorbed gas layer alters the electron 
emission of a metal. Our previous experiments consisted essentially of 
oxygenating a tungsten filament, rigorously evacuating, and then switching 
from a tenijierature at which the layer is stable to temperatures at which 
evai>oration is rapid. Tlie saturated emission current from the surface 
}>assod through high resistances, the changing potential across the latter 
being recorded by a cathode ray oscillograph. The oscillograms recording 
the roo.<>vcry of emission wore transformable into curves of isothermal 
evaporation of oxygen at each tomficraturo selected, yieldmg the heat of 
evaporation as tem^ierature coefficient of the rate of change of gas-covered 
fraction of the surface. The present oxpcnments invert this procedure, 
photographmg depositions instead, so that the high vacuum has to be re- 
placed by controlled introductions of oxygen Preliminary experiments on 
the magnetic lifting of a filament in and out of a steady molecular beam were 
carried out with a spring-mounted electrode system made by Dr F. A. Vick, 
but the other alternative of attempting a repeatable sequeni'e of pressure 
variation at a fixed surface was finally adopted. The molecular ray technique 
was retained only as means of producing suitable fractions of a reservoir 
pressure by evacuating between two slits which admit the gas to the 
reaction chamber. 

The reservoir A (fig. 1 ), of large capacity, is maintained at various oxygen 
pressures between I0-‘ and 10 ® ram measured on a McLeod gauge. The 
piston valve B was ma<ie and ground for us by Mr W, A. Holland, and when 
very lightly lubricated with Apiezoii “M” and held down by a 2 lb spring 
it is accurate enough to keep for several days a pressure of 10“^ mm isolated 
from the highest vacuum on the inner side. When magnetically actuated 
the piston opens the large reservoir very suddenly to the smaller reservoir 
C behind the first slit. Slits if, N, 0-16 mm. wide, are separated by a large 
central chamber directly evacuated by its own vaixiur pump. The filament 
of Thoria-freo tungsten with its anode and guard rings in the reaction 
chamber D, is aligned on its flat joint E by observation through the colli- 
matmg window F when incandescent. Precautions for purity were taken, 
including pre-treatment of all metals in hydrogen, baking of D and its trap, 
high frequency degassing, freezing of E, etc. 

By this apparatus, since scattering is inevitable in an incompletely con- 
densable gas we utilize it in the restricted space between slit and filament to 
build up transient pressures for D. Each of these pressures reaches its 
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maximum in little more than a tenth of a aeoond after lift of the piston and 
then remains nearly constant for a short time. This appears in fig. 2 b when 
the logarithm of the “clean” fraction of the surface begins to decrease 
linearly with time. It is seen that linearity lasts less than a second. After 
this time the fall in pressure, and possibly failure of the law by which frac- 
tions of a dilute layer are computed, make any extension to dense covering 
impracticable. For a long series of observations it is important that the 
transient nature of these pressures is able to minimize any thinning of the 
filament; evacuation sets in before the layer reaches semi-saturation and 
oxidation only becomes appreciable after some weeks. We gain the addi- 
tional advantages (a) that search for laws of deposition is not complicated 
by temperature coefficients of surface migration, as when the front of the 
target only is exposed to a uni-directional beam of rays, (6) that Magnetron 
action and distortion of electric field, discovered in our early experiments 
on moving an emitting filament into a beam, are avoided, so that the 
electrical changes photographed can be safely ascribed to adsorption if 
temperature is known to be constant. 

The transient pressures in D amount to small multiples of 10"^ mm., 
converting the “instantaneous chemi-sorption” into reactions traceable 
with the oscillograph A large number of plates were measured for different 
reservoir pressures and filament temperatures. These yielded curves of 
emission current against time (such as fig. 2 a), drawn out to a common scale, 
a tuning-fork trace being recorded on each plate and checking any changes 
in calibration. Any small initial value of ff, the fraction of surface gas- 
covered, was found by changing over to a galvanometer circuit and taking 
the data for a " Richardson plot ” just before each experiment; this was then 
compared with a standard plot obtained after the filament had undergone 
its preliminary “ageing”. 

The curves were found to depend sensitively upon reservoir pressure, 
as was to be expected ; but superposed upon this was found a slighter depend- 
ence upon temperature, which was important as proving the existence of 
activation energy Since changes in pressure affected the rate of adsoqition 
more than considerable changes in temperature, the final estimate of 
temperature coefficient was reached by finding the empirical law connecting 
reservoir pressure with deposition rate, and then repeating the whole in- 
vestigation at a sensibly different temperature, finally checking the first set. 

We proceed to show how the quantities t, measured as oscillogram or- 
dinates proportional to emission, can be transformed into the quantities 0, 
temperature dependence of whose rate of change is a measure of heat of 
activation. 
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3 Mbthod of calottiation 


Let 6 bo the fraction of the tungsten surface covered with a layer of 
adsorbed gas Let N be the number of adsorbed particles per cm.* which 
would fill a “complete ” layer, defined o.g. by contact packing or by one-to- 
one or other relation to lattice points Then ON is the actual number per cm.* 
and is equivalent to Olrr, where cr is the “occupied” area for one particle. 
The status of thermionic approximations to ^ is reviewed in a recent paper 
(Johnson and Vick 19376); subject to the hmitations there discuss^, we 
adopt the “work-function” approximation as suitable for values between 
0-1 and 0'3, a range which covers our experiments. 

In the paper on evaporations it was shown that, if 0 is not largo, desorjition 
into a vacuum can be represented empirically by expressions which may be 
summarized here in the form 

(а) at constant temperature, 

logd = -</6’; 

(б) at different temperatures, 

logC =» c'jT. 

G is then the average duration of an adsorbed state. 

These empiri(!al relationships axe in accord with equations obtained by 
assuming that no secondary reactions occur, so that 




( 1 ) 


dO 

dt 


Ic-W 

To 




(2) 

( 3 ) 


Tj was obtainetl ex|ierunentaily as 8 x 10“** see. and E as 147,000 + 3000 
when A: = 2, i e in cal./mol. 

0 was obtained in the usual manner as 


0 = 

log»i-logto’ 


(4) 


depending on its definition, <*** assumptions as to A in 

the Richardson equation i = These assumptions are discussed 

in the papers referred to (1937). It hap^iens that a knowledge of the 



153 


OsciUography of adsorption phenomena 

emission from a fully covered surface, was not needed in the study of evapora- 
tion, as the required data were sequences of 0 at constant temperature and 
different times, in any of which sequences 


^1 = *Qg*fl(i)-iog*o ,5) 

h logtflo-logto 

The corresponding equations for deposition can be wntten by enumer- 
ating the appropriate factors, 

= (!') 

at 


V is the number of impacts jier cm.^/sec from the gas phase. When the 
system reaches equilibrium, the isotherm formed by adding terms ol re- 
combination or evaporation or oxidation may involve i instead of unity as 
the power of v, according to the nature of such processes which for our small 
values of d we neglect. Again, if certain mechanisms are assumed for the 
dissociation, the power of (1 - 0) might become 2 instead of unity, with the 
effect of multiplsnng the right-hand side of equation (3') by a factor ranging 
between 0-9 and 0-7. This might extend the range over which our graphs are 
linear, but has no appreciable effect on our results; we prefer to leave the 
equation of deposition in its simpler form as we do not wish at this stage to 
assume any fiarticular mechanism of dissociation. 

E' and K express the possibility that not all molecules striking the bare 
metal may be able to contribute to growth of the layer; they represent the 
temperature dejiendenoe and any other factor m a “condensation coeflS- 
cient’’ about which we seek information. 

Using the equivalence of N and I /<r, since the former does not disappear 
from the deposition equations as it did in evaporation, 

(2') 


and since 


iO d(l-g) 
dt dt ’ 


log. J_-| = (3') 

Comparing (1'), (2'), (3'), with (1), (2), (3), it becomes apparent that the 
convenient elimination of is no longer valid, since the ratio of values 
of 6, using (4), (6), does not give a ratio of values of (1-0). Instead of 
obtaining, as in evaiioration, a value of t at each T by plotting loggdjd^ 
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against time in terms solely of observed currents, our observed data now 
have to be related to an origin only indirectly accessible. The expression 
corresponding to (6) becomes 

j_lQgt«0-log»p 

^ logti-logio , 

l-d, j_log»g«:2!2Sio* 

logti-log»o 

Thus for the experiments on deposition 6 = = 0, where 6^ is zero or 

a small known quantity, instead of 6 tending to zero at f = oo as in evapora- 
tion; hence the present work requires to be jdotted against t the function 


log«(l- 


logio*-logio*o\ 

logic *t-iogioV‘ 


( 0 ) 


Such a plot will 3deld as slope the quantity w/iTc'®'/*’’, which formally corre- 
sponds to (I/Tq) e in the previous problem. 

It is now known that ij, which we need m the present problem, cannot be 
measured directly. Since any apparent Richardson plot for the composite 
surface is distorted by the continuous transition from one adsorptive 
equilibrium to another, it fails to exhibit the true law of emission for the 
completely covered metal, which must be reformulated to accord with the 
contact potential between OW and W. It has been shown however (Johnson 
and Vick 1937a) that measurements of the temperature dependence of 
steady omission from If in the presence of oxygen are mdeed consistent 
with a work function deduced from Reimann’s contact potentials if a 
reasonable assumption as to the emission coefficients is made. On that 
basis we have shown how the angular and vertical displacement of the 
Richardson plotforOIf relative to that for If may be estimated, even though 
the emission currents which it represents cannot actually be observed. 

From such a padr of lines for OW and If we read off the value of 
logio*i~^ogio*o temperature required for the present work. The 

numerical range is from -3*8 to — 4-2, and admissible variations in the 
quantities from which it is derived, e.g. the constant A, will exert only a 
minor effect upon our results. 


4. Results and Conclusions 

When the experimental data are plotted as described in section 2, the 
passage firom a rising to an approximately constant gas pressure is at once 
suggested by the form of inflexion leading into exponential curvature 
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(fig. 2 a). When the logarithm of the decrease of bare surface is computed 
from these curves by means of equation (6) the linearity of its central portibn 
confirms this suggestion. On our theory a definite slope is controlled by v in 
equation (3') at any given temperature. Fig 26 illustrates this feature and 
also the subsequent divergence from linearity terminating the exponential 
portion. The divergence is ascribable to the fall of pressure after its maxi- 
mum, but at 0’3 it may also include breakdown in the linear relation 
between 6 and tlio precise limits of whicli are unknown At large values 
of 6 evaporation and interaction between adsorbed atoms would also cease 
to be negligible. 



Time 

Fio. 3. Variables controlling rate of deposition. 


The primary dependence of the rate of adsorption upon pressure rather 
than upon temperature is shown in the examples of fig. 3, whore only the 
hnear portions are reproduced, corresjionding each to some constant pres- 
sure, to a first approximation each set of such hnes at a common pressure 
has a common slope diflfering only from another set at any other pressure. 
For the second approximation, even with the imjiroved methods of section 2, 
there has to be recognized a slight scattering about any such “common" 
pressure, tending to mask any effect of temperature; but by selecting pairs 
of lines whose gas conditions were known from their place in a sequence of 
admissions to be closely identical, and plotting the logarithm of their rate 



166 M. C. Johnson and A. F. Henson 

of deposition on a large scale against I IT (fig. 4 a), temperature differences 
all of one sign became evident, two sots for instance yielding heats of 
activation of 18,000 and 22,000 cal./mol. Smoe the usual method of plotting 


10* 

r 



Fiu. 4. Temporaturo dependonra. In fig. 4(A) x indicates 7=2272°, +indioateB 
7=2122°. 

against reciprocal temperature suffers seriously in this case from small 
fluctuations in the gas conditions, these rough estimates were not regarded 
as more than establishing the existence of an activation, and were supple- 
mented by the following. Two temxieratures were selected, after preliminary 
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calculations based on desorption rates, to be widely separated without 
allowing evaporation or other secondary effect to become appreciably 
disturbing, and new sets of oscillograms were taken at a number of suitable 
pressures for each temperature. The rates per second of log(l -0), giving 
v<rKe~^^^'^, were then plotted against feservoir pressure for each temper- 
ature. The two curves (fig. 4h) obviously are empincai representations of 
the fact that the more copious gas admissions are the more rapidly evacuated, 
and are therefore non-linear, but the laws of pumping will not alter from one 
filament temperature to the other, especially as the first curve was rc|)eated 
after the second. Hence each curve may be taken as smoothing the un- 
avoidable fluctuations in the dominant variable or gas pressure, allowing 
the separation between the two curves to demonstrate the dejiendence mion 
the secondary variable or temperature Ordinates were com jiared at different 
places along these graphs, yielding a mean heat of activation of 24,500 cal./ 
mol. Repetitions suggest a wide latitude ± 3000 which is not merely due to 
the low accuracy of extracting the temjiornturo dependence from the 
pressure dependence; in the earlier work on evaporation wo had found that 
the heat of desorption could nse from the 150,000 of an “aged” but not 
eroded wire to nearly 200,000 in its later life, and in the present case there 
is some indication that probability of condensation alters with ageing. It is 
not unlikely to vary so much with micro-crystalline structure that precision 
in any particular determination would bo misleading, and attempts to 
distinguish intermediate steps of the temperature range could add little. 

The considerable differences in initial 0 for sensibly similar lines, e.g the 
low pressure set on the right of fig 3, indicate that up to 0-3 the progress of 
condensation is independent of the presence of already adsorbed material. 
Rates of deixisition so nearly alike when initial 0 for one experiment exceeds 
final 6 for another, at pressures too low for temperature to be the dominant 
variable, lend some support to two of the most inaccessible assumptions in 
thermionic studies of surface reaction (a) that in the main a single process 
is being traced, not a transition to interaction tietween surface particles, 
(6) that the thermionic approximation to 0, namely ^ ~ is not 

seriously vitiated in our range by distortions such as are well known m the 
case of alkalis at large values of 0. 

It is useful to estimate the order of magnitude of the number of gas 
impacts at the filament itself, as indicating the relative importance of K 
and E' or of temperature-dependent and independent terms in the prob- 
ability of condensation. From our graphs, when is nearly 2, the 

fraction e-S!'lkT jg 5 ^ jq-s. a- is of the order 10-“. Hence v is about 3 x 10” 
per om.*/Bec., if Ji is unity. If K is loss, v is correspondingly greater. 10^’ 
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implies a pressure of about 3 x 10-* mm., which is a reasonable fraction of 
our measured reservoir pressures considering the size of slits, etc. in use 
and the time of building up of pressure. The rate of thinning of filament, 
compared with that resulting from higher pressures showing visible dis- 
charges, indicates that actual pressures at the filament cannot much exceed 
this estimated amount; hence X need not be much less than unity. The 
temperature dependent term, which is between 10“* and 10~* in the vicinity 
of 2200® abs., may then be regarded as the main reason why the conden- 
sation coefficient as a whole is small. 

It has been assumed throughout that the temperature of the surface is 
completely controlled by the filament heating current, whose constancy 
was maintained with precision at each selected value This assumption 
would fail if any of the following contributed appreciably to the thermal 
state of the filament: (a) liberation of heat of adsorption, (6) cooling by 
thermal conduction in the gas, (c) cessation of the <«)olmg normally caused 
by electron omission, when that omission is inhibited by the oxygenation. 
By considering the magnitudes of 0, the expenditure of energy which 
mamtains the thermal equilibrium of the wire, and the proportion of con- 
ductive to radiative losses at those temperatures, it can be shown that our 
results are not affected by the maximum disturbance which could arise 
from those sources. 

It remains to add a brief note on the connexion of this energy of “activa- 
tion ” with uses of the term in recent research and with implications outside 
our range of temperature The theory of J.,onnard-,lones (1932), ezplaimng 
how energy might bo needed fur transition from molecular to atomic binding 
oven when the work of dissociation is supphod by heat of adsorption, 
provided a picture of activation. Simultaneously the theory also suggested 
other activations needed for the migrations which allow diffusion of adsorbed 
gases into a metal. This second instance of activation was the one which 
obtained confirmation in ex^ierimentH on slow sorption, to which accordingly 
the name of “activated adsorption” became commonly attached. Owing 
to the high velocity of “chemi-sorption”, as the initial dissociation has 
often been called, the latter’s status as activated adsorption has been lost 
in many publications, a situation which seems to coll for direct measure- 
ments of temperature dependence of the condensation coefficient. For this 
our oscillographic method removes the obstacle of the high velocity. 

In claiming that a law for oxygen deposition in this range of temperature 
and pressure has been thus brought within reach of experiment, we do not 
imply that it is the only law for all temperatures. For instance, if our 
estimates of X and E' are inserted m equation (1'}, and this expression were 
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assumed to be a complete account of the phenomena down to room tem- 
perature, there would be suggested a very slow rate of fonnation of the 
atomic layer from 0, simply impinging upon cold tungsten without accumu- 
lating; on the other hand there exist several items of evidence suggestmg 
that adsorptions indistinguishable from these in many of their consequences 
are able to take place without incandescence (e g Reimann 1935). It must, 
however, be remembered that the formation of an layer requires some 
source of Oj and that at high and low temperatures the sources are not 
comparable, at our temperatures the large fraction of impinging molecules 
which fail to be activated will evaporate rapidly, so that no surface accumu- 
lation of 0, can be considered as supplementmg the supply impinging from 
the gas. But at low temperatures the alternatives available to molecules 
striking bare metal arc not merely a dissociation or a desorption but also a 
finite duration of lifetime as surface layer within such lifetime will occur 
a slow transition into atomic states which is not allowed for in the simple 
treatment appropriate to our problem at high temperature. 


6 Summary 

An expenment is devised for investigating the passage of small and 
reproducible quantities of oxygen over a hot tungsten filament whose 
surface purity can be ascertained by observation of its therniionic emission 
immediately before each arlmission of gas The oxygen pressure at the 
filament surfac-e is made to rise within a fraction of a second from a high 
vacuum to a transient value with aflat maximum of 10 * to 10"* mm This 
enables the rate of pnmary adsorjition to bo isolated, and its defieiidence 
on gas pressure and on temperature to be determined, without the resulting 
monolayer becoming sufliciently dense to allow oxidation and appreciable 
thinning of the filament. The adsorption is traced by photogra])hing the 
accompanying fall of electron emission by means of the osciUograiihic 
technique described in previous paiiers. Within a range of temperature and 
pressure such that evaxioraiioii is negligible and interaction between 
adsorbed particles is rare, the uncovered fraction of the surface decreases 
exponentially with time over a portion of each experiment. This enables a 
condensation constant to be obtained and its temiierature dependence 
evaluated. The temperature coeflficient which is found implies a heat of 
activation of 24,000 ± 3000 cal /mol. in the vicimty of 2200“ abs. The 
bearing on theories of activated adsorption is briefly discussed. 
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Significance tests when several degrees of freedom 
arise simultaneously 
By Harold Jeffreys, F.R.S. 


{Becetvetl 29 December 1937) 


1. If a set of observations are analysed for a new parameter a, which is 
imtially as likely as not to lie zero, and the possible range of whoso values is 
8 if it is not zero, we can denote the proposition that it is 0 by q, and the 
proposition that it is not 0 by ~ y * Then the prior probabihties of q and ~ q 


are given by 


P(q\h)=-P(~q\h)=l 


( 1 ) 


and the posterior probabilities on data B are shown, by an approximate 
argument (Jeffreys 19376, p. 250), to be given by 


Pj^Oh) IP{q\h) 

” P{~q\0h)l P{~q[h) - V(2ir)<r. 


.'’"'(-SJ- 


( 2 ) 


where a is the maximum likelihood solution for a and a, its standard error. 
Since a is initially fixed and <r, decreases like n“* when n, the number of 
observations, increases, the outside factor is pro{M)rtionaI to ^n. If K is less 
than 1, the observations support the introduction of the new parameter; if 
K is more than 1 they do not. In the cases so far examined the critical value 
of ajcr^ ranges fixim about 1 '8 to 3 as the number of observations rises from 
6 to 6000 


1- 1 . Approximate rules can be given for cases where several parameters 
are tested at once. In such a case q is the proposition that none of them is 
needed, but ~-q breaks up into a set of alternatives q^, 9 ,, .. , q^, each 
asserting the genuineness of one of the new parameters. These alternatives 
are not exclusive, since several of the new parameters may conceivably be 
relevant. In many cases, however, they can be supposed inde{>endent in the 
sense that the presence of one of them gives little or no reason to expect any 
of the others. Suppose then that the prior probabihty of any of q^, ?2> • • • 1 9m 
is k, and that these are independent Then the probability that all are false 
is (1 — ik)"*. But the projiosition that all are false is 9; hence if the presence 
of any of the new parameters is as hkely as not we have 

= i (1) 

whence ifc = 1 — 2-’/"* = log 2, (2 ) 

* My 9 m always what Fisher (1935) calls a "null hypothesis’’. 
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when m is large. If we arrange our work so as to test one new parameter at a 
time we shall therefore have 


P(~yi|A) l-Jfc 1 . nt 

P(gi|A) “ k “2V«»-l“'log2 


l-44m. 


( 3 ) 


The ratio K depends wholly on the data, and the ratio of the posterior 
probabilities of and will be got by multiplying the expressions 1 (2) 
and M (3). The test will therefore be the same as for one degree of freedom 
except that the outside factor must be multiplied by the quantity given in 
(3). It remains true that for constant m the outside factor is proportional 
to n*. 


1-2. It may happen that the propositions q^, g„ are not inde- 

pendent; in some problems, if one new parameter is needed to express the 
data we should expect some of the others to bo needed too. Thus, if a harmonic 
variation is suggested in a series of measures and a cosme term is present we 
may accept the corresponding sine term at once as giving only a deter- 
mination of phase. In that case, if it is the probability that the cosine is 
needed, the probability that the sine is needed, given the cosine, is practically 
1, and the probability that neither is needed is still 1 - it, not (1 - fc)*. We 
should therefore get our test by taking 


/>(glA) = P(g,|A) = i, 


and the test for a single degree of freedom needs no alteration. 

Thus the rule for a single new iiarameter can be adapted easily to cases 
where several new parameters come into consideration together. The ratio 
P(g I h)jP{qi I h) is the same whichever we choose to test first. In the latter 
type of case, wo should naturally test the one that gives the larger coefficient 
in relation to its standard error, and the test would be the same as for one 
degree of froedom . If this term is a cosineone, and passes the test, the sine term 
will be accepted at once. In the former type, where the relevance of one new 
parameter gives no particular reason to expect any of the others, the allow- 
ance can be made by multiplying the outside factor by the expressions in 
M (3). The natural procedure would then be to compute o'' the hypo- 
thesis that no new parameters are needed and inspect the distribution of the 
contributions to it. They can be tested in turn, beginmng with the largest, 
and those that pass the test, with tliis allowance for selection, can be 
accepted as genuine. 

1'3. There is an intermediate case, where the presence of one new para- 
meter may increeuse the probability that another is needed without making 
its acceptance automatic. An approximation to this case can be made by an 
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extension of Laplace’s theory of sampling. Suppose that there are m 
elements, such as a system of means, with known standard errors, to be 
tested. Onr problem is to say whether any of these show dei^artures that 
support systematic differences, and if so, which. There is some difficulty in 
such a case about assessing the prior probability that the first one tested will 
be abnormal. I have on two previous occasions used k = fn~^log 2, but this 
rests on the hypothesis of independence and is certainly too low. The 
difference is not very important, however, for practical apphoation. Our 
problem will be to draw the line between the abnormal and normal cases, 
and the work will end at, say, thepth largest contnbution to x*- Then at this 
stage p — I abnormal contributions are known and m-p normal ones The 
probability at this stage that the pth is abnormal is given by Laplace’s 
theory as p/(m+ 1), and we shall allow for it by multiplymg the value of K 
by {m —p + l)lp. This will be very accurate. A convenient way of beginning 
is to accept as normal all contributions less than 1 and to take for the 
extreme one an additional factor gut by putting p = 1, that is, simply m. 
This would be equivalent to saying that there is mitially an even chance 
that one new parameter is needed, but that we do not know which of the m 
it is. If the extreme departure turns out to be significant with this allowance 
for selection, we can proceed inwards and outwards till the two series meet. 
At any stage the extra factor needed will be taken as (r + l)/(s + 1), where r 
and « are the numbers already accepted as normal and abnormal resiiectively 
It may happen that the number of small contnbutions to x* ih small; in that 
case a number of large ones will soon be accepted as systematic, and wo may 
be led to proceed inwards so far as to cast doubt even on those originally 
taken as being random. Then these also will have to be reassessed Such a 
case may arise in some comparisons of measures of physical quantities where 
the systematic errors are suspected of being several times the admissible 
random ones. 

1-4. We have therefore three different types of problem involving more 
than one degree of freedom, which can be treated by simple adaptations of 
the method for one degree. It appears to be important in any application to 
state clearly which type is the relevant one in the particular case studied. 
A test for an empirical period selected merely because it gives the largest 
amplitude of those found by harmonic analysis would be a case of M (3). 
In many agricultural experiments, I believe that the main tests refer to 
propositions whose prior probabilities could reasonably be taken as but 
the work is arranged to test various interactions of different degrees of 
complexity at the same time. The evidence for the relevance of the latter 
d^prees of fireedom would rest on the extreme departures from the predic- 
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tions made by the hypothesis of independence, not on any previous ground 
for expecting them individually, even to the extent implied by a prior 
probability of 1 . In such a case the previous knowledge with respect to these 
higher degrees of freedom may be expressible by the rule 1*1 ( 3 ), which 
allows for selection.* 

In the question of the mutual influence of earthquakes in different regions 
(1936, pp. 441-5) I used the rule of (M), but that of ( 1 * 3 ) would have been 
more appropriate. In discussing the systematic errors of seismological 
stations (1937a, p. 39) I applied (M) to the extreme departure and then 
proceeded according to ( 1 ' 3 ), but it would have been better to use 1*3 
throughout. The difference does not affect the inferences actually drawn. 

2 Now even with such allowance for selection as may be needed it remains 
true that the outside factor in the support for g is of order n* , this factor would 
be the support provided if the estimates happened to agree exactly with the 
predictions made by g. In the case where the occurrence of one new function 
in a representation would imply one or more others, as for a harmonic varia- 
tion, the test for all together will approximate to that for the largest 
coefficient. But this condition is not satisfied by the test that I have 
previously given for such a case (1936): if the number of functions entering 
together is m, I obtained a factor nf*". It seems that this cannot be right. 
The method used treated them symmetrically, which was desirable, but 
if a cosine term has coefficient 3 ± 1 it can hardly make much difference to 
its acceptance whether the sine has coeflicient 0 ± 1 or 1 + 1, and this only 
makes a difference of a factor 0*6 to /T in my previous formula. Within such 
limits the test for a cosine separately should be correct for a cosine and sine 
together, and if the coefiBcient is significant both terms should be accepted. 
The essential point is that the outside factor, for any value of m, must be of 
order n*. If it was of order n*” this approximation by testing the largest 
coefficient would be utterly wrong, and the considerations given here show 
that apart from a factor of order unity it should be right for all values of n. 
Indeed the factor n for a pair of harmonic terms makes the test for the two 
together as severe as separate tests for the two would bo, disregarding the 
fundamental condition of the problem that if one is accepted the other will 
be. 

The factor n* in the problem of one now parameter enters because if the 
solution for a is under <r„, that is what might be expected if a was really 0, 
but if a might have been anywhere in a range 3 the probability of the result 
would have been only of order <r„/«. Hence we accept the hyiiothesis that 

* Fishor (1936, pp. 65-e) makes an analogous recommendation. 
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requires the less remarkable coincidence, and our rules show that in these 
conditions P{q\ 0 h)IP{~ q\dh) must be of order which is of order 
The appearance of n^”* in the test of several new parameters means that if 
they all come out less than their standard errors it requires m coincidences 
of this kind on the hyiiothesis that they are genuine. It is clear, however, 
that it only needs one. If the amplitude of a harmonic term is small both 
coefficients must be. Further, if the prior probability of an amplitude, on 
hypothesis ~q, m taken as uniformly distributed from 0 to s, and the 
amplitude found is of order <r„, the ratio K will be of order n*, which is what 
we need for consistency with the approximate rule. Any other jxiwer of the 
amplitude would lead to a different power of n. 

The rule given for the pnor probabihty for the case of a pair of harmonic 
terms cos x + 6 sin *) was, for a* + 6* < 

P{dadb\~q,s,h) = da^jna^, (1) 

where a* is the true expectation of the outstanding variation when we begin 
to consider the terras. This says that if a and b are small compared with a 
they give a negligible amount of information about each other. But this is 
plainly wrong. In the conditions considered, which will regard the phase 
as initially unknown, we should normally expect 6 to be of the same order 
of magnitude as a until there was positive reason to believe the contrary. 
If a was small and the phase happened by a coincidence to be nearly 0 or 
^TT this would not be true, but this has a ncghgible prior probability if the 
(ihase is initially unknown. The above form would say, in fact, that if the 
coefficient of the cosine is small the probability of that of the sine is still 
uniformly distributed from -.^(s*-o*) to +^{ 8 *-a*), and therefore that 
w'e can be nearly sure that the phase is nearly + Jtt. This is not the inference 
that anybody would draw, he would infer that the amplitude was probably 
small and that the phase might still be almost anywhere m a range n. 

The form ( 1 ) was adopted because it would make the posterior probability 
density for a and b, given s, come at the maximum likehhoixl solution, and 
therefore was in accordance with present practice. This consideration, how- 
ever, is irrelevant, because with any ordinary distribution of the prior 
probability, uniform or not, the estimates by inverse probability and 
maximum likehhood would agree within much less than the standard error 
of a determination by either method (Jeffreys 1938a); the only exception 
would be if our previous iiifonnation about a and 6 was comparable in com- 
pleteness with what the new data could tell ns This does not arise m the 
present problem, in which their very existence is in doubt. It is clear that 
the hypothesis of the pnor irrelevance of a and b to each other must be 
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abandoned. The objection to it is analogous to the correction that I have 
made already to my previous solutions for sampling and contingency 
( 1,937 d). In this I showed that for two adjacent entries in a 2 x 2 classification 
to be both small wo require only one coincidence, whereas my previous 
solution, assuming too great a degree of indefiendenoe, would require two. 
The same apphes to a pair of Fourier coefficients. 

To bring the analysis into accordance with the above considerations we 
must take the prior probability of the amplitude c = ^(0*+ fc®) as uniformly 
distributed from 0 to a. (If we combined the uniform distribution of the 
prior probabihty of c* with uniform distribution for phase we should be led 
back to (1) and to the previous inconsistencies.) Then 

P(dc|~j,s,A) = (fc/tf. (2) 

The phase ^ may be from 0 to 2ir , hence if the amplitude gives no information 
about the phase 

P(d^ I ~ 9. c, A) (3) 

and ^(dc,d<4|~9,s,A) = P(dod6|~9,s,A). (4) 

This form will replace (1). The joint probability density of a and 6 is no 
longer uniform, since it increases when c is small. 

To generalize to m degrees of fteetlora, we seek a representation in the 
form 

y = Saifiix), ( 8 ) 

where 8 denotes summation over all the functions fi and the functions are 
orthogonal. We have no previous opinion on the relative importance of the 
m functions/;, and shall therefore maintain symmetry between them. We 
take them so that the expectation of fj when x is equally likely to be any- 
where m its jiermittod range is I , thus for a constant term we should take 
/o = 1, for a linear term, valid between sc = ± I, we should take/; =■ ®^3, 
for a pair of harmonic terms we should take /j = ^2oo»x, /, = ^2Bina;, 
Then the expectation of the contribution of the new terms to y* is 8aJ, by the 
condition of orthogonality. We put 

Saf = c*; (6) 

c IS then a generalized amplitude for the new terms. If it is small it implies 
at once that all the new terms are small. The hypothesis ~9 asseits that c 
is not zero, and the case of two degrees of freedom suggests that we should 
take 


P{dc\-^q,8,h) * dc/a, 


(7) 
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if « ia the greatest value that c can have. The coefficients may be regarded 
as the components of a vector of length c in m dimensions, whose direction is 
unknown. Given that this vector is between c and c + de,we express ignorance 
of its direction by taking 

P(dOi(lo, . . . da^ I ~ q, dc, s, h) = do, do, .•. . daJdV, (8) 

where dV is the volume of the spherical shell lietween radii c and c+dc. 
The volume of an m-dimensional sphere of radius c is 


(W’ 


Ojrimcin-l 

whence - n (1®) 

(iw-I)! 

Hence, by the product formula, 

P(da,da, ..da„l~g,s,/i)= fcjJ,'-da,d«,...do„. (11) 

This is easily seen to reduce to the correct forms dajla and dadbj2nc8 when 
m => 1 and m = 2. 

3. Lemma We need an approximation to the integral 

7=JJ...j(-5io?)-^l'"-»exp{-^**5(fl,-a,)»}da^ .da„ (1) 

over all values of the »’s, S denoting summation with regard to I firom 1 to m. 
First change the variables to an orthogonal set b, so that 


bi 


^ Sajaj 

{Sajf 


( 2 ) 


Then 6^ is the component of the vector a, m m dimensions in the direction of 
Oj, while the other A’s are components at right angles to and to one 
another. Then the integral is 


«exp{-P(6i-V»Sf«!)»-ifcW}d6i...d6„, (3) 


8' denoting that bi is omitted from the summation. Now put 

b\+...+bl,=f*. (4) 

These variables appear only through/; and through a volume between two 
slightly different values off, 





( 5 ) 
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Thus 

Now transform the variables so that 



6*+/* = c*, P^cH. 

(7) 

Then 

3(6i./) c 

d(c,i) 2f»'(l-0*’ 

(8) 



(9) 


So far this is exact.* It is necessary that 7n>2 for the previous trans- 
formations to be possible. The integral is therefore always convergent. 
For m =£ 2 the integrand is infinite at ( — 0, for m = 3 it is finite, and for 
larger values of m it is zero there. 

Consider first the case 5a* =» 0. The integral is then a Beta function, and 




( 10 ) 


I decreases steadily as 5a* increases. For brevity we denote the latter 
simply by S. Suppose now that jfc*5 is large, so that most of the integral 
comes from fairly small values of t. If wo omit the factor m 1 - the 
maximum of the integrand is at 


t 


tn — 3 

Ws 


(H) 


for m > 3; for m = 2 or 3 the extreme value is at t = 0. For 2il:*5 = m the 
maximum is at < < ^ until m = 6. The important values in our applications 
will be for 2il:*5 somewhat greater than m, and the largest value of m that 
appears worth considering is 10, so that the maximum will never be near 1 . 
Now for < = i 

(1-0* exp(iO = 2-* e* = 0-908 ( 1 2) 

and the difference from 1 for smaller values oi t is nearly pro^iortional to (*. 
So long as the maximum is at a value of t less than ^ we can therefore replace 
(1 — 0“* by exp({0- For larger values of wi, where the maximum may be 

* The transformation lias a branch point at 6, = 0 (t= 1) and the int(*gral is the 
sum of two corresponding to opposite signs of b,. If we restrict ourselves to oases 
where the observed amphtudo has the right sign, another factor 

i{l-herf*V(5a*)V(l“0} 

18 needed, but this is unimportant in actual oases. 
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near the maximum is sharp and we may replace 1 — < by its value at the 
maximum. With either approximation we can extend the range to infinity. 
With the former approximation, 




This will be valid for to = 2 and 3, and for larger values :f 2k*8 is larger than 
4 (to-3). 

With the latter. 


~ k{k*8a*)^-^\ 2 k*s) ' ' ^ 

This will be valid for to = 4 and more if 2k*S is larger than to and between 
2 (to- 3) and 4 {to~3) 

A different form of approximation would be needed if the maximum came 
at f * I or more, but this does not concern us If to = 10 and 2k*S = to , 
t is still only 0>7, and it will be seen that the relevant values of 2k^S are 
distinctly larger. 

If TO s 1,(1) integrates directly and gives 


forall values of But(10)and(l3)reduce to this form = I and are therefore 
valid in this case also. 

If we form /j and the values taken by / in (10) and (13) when 2k* S is 
0 and TO, we have 

= - =(2ell <>-*'" (161 

fo 7r*(jTO-i)*»-* 

The approximation from (14) is more doubtful but suggests a ratio of order 
(|TO)*e-l"*. 

We could have proceeded by integrating (1) directly with regard to all the 
variables, giving to Sa* its value at the maximum of the exponential, 
namely, Sol* This gives immediately 


( 17 ) 
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(13) dififers by the subtraction of ^ from k* 8 a*, and (17) is therefore a little 
too small. This method of course breaks down completely for small values of 
8 a*, since it is then unpossible to neglect the variation of 8 a* on the various 
paths of integration. This makes the int^and vary more rapidly than the 
exponential for all directions except For larger values of 8 a* the effect is 
still not quite negligible, but the effect of the variation with 6^ is slightly 
more important than the aggregate of the others It was on account of 
the uncertainty of the correction for this effect that the present method of 
exact integration for m — 1 of the components was devised. 

4. Departure from a uniform diatribtdion of chance. This is the easiest case 
to discuss further. As for the case already treated (19386), where the 
suggested departure was linear, we introduce a parameter t linearly related 
to the independent variable x, and equal to 0 and 1 at the upper and lower 
limits of X Then on the hypothesis of a uniform distribution, which we 
denote by q, the chance of an observation lying in a particular range is tft. 
On the hypothesis of a departure of the t3q)e suggested the corresponding 
chance is {1 + /Sfo, /,(<)} dl {8 denotmg summation over the different functions 
fi{t)). We take the two hypotheses as initially equally probable; and if 


6’of = c*, (1) 

and the maximum possible value of c is «, we can write 

P{q\h) = P(e\qh) ^ n(dt)> ( 2 ) 

P{~qda^...da^\h)^ P(-^q\h)P(da^ ..da„,\^q,h), (4) 

P{d I -gdai . da„,6) = /7{1 + Sa,m}dt, (6) 

whence 

P{q\0h)a:\, (6) 

P(~?|flA)oc^-^2^'JJ...J^ii/7{l+^ra« ..da^. (7) 

Now if we write (j> = i^log{l + SaJ^t)} (8) 

(X denoting summation over the observations), wo have 


=:_r A(0/ p(0 

" ■ {1 + Sajm*’ ' 


( 10 ) 
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Xow it has been supposed that the functions ate orthogonal and that the 
integral of the square of each is 1. It is also supposed that the coefficients Of 
are small in the actual case. Then the sum of fj(t) over the observations, 
whose number is n, will bo nearly n, and that of will be much smaller 

on account of the condition of orthogonality. Then the stationary value of ^ 
will be nearly at 


= = 

(11) 

and ^ = Alogl 1 + Sa,f^t)} - ln8(ai - a,)*. 

But ^ = 0 when all the a, = 0, and can therefore be written 

(12) 

^ = ^n8af—^nS{ai—a,)* 

to order a*. Then 

(13) 



X exp( InSaf) exp{ - - a,)*} doj , 

• *»«• (14) 

The integral has the form treated in the lemma, with k* ~ Jra, apart from the 
fact that the range isof order 1 instoadof infinity ; but both factors decrease so 
rapidly that this difference can bo negle<!ted. Hence for Sa^ = 0 we have 

P{~ q\0h)<x. (;r/2n)* 

for all values of m. 

The standard error of any a being «•*, we have 

(16) 

s 

II 

1 

II 

(16) 

and for m = 2 or 3 and x^>in, or m>3, x*>4{w-3), 


which is also right for m = 1 . 

For TO > 3, WK X*, 2(to-3)<x*<4(to-3), 

(17) 


(18) 


Since P{q | K 1 , is m each case the reciprocal of the expression ( 1 6), ( 1 7), 
or (18) 

K will evidently contain the factor x“~^exp( - ix*)> which is exactly the 
function that occurs in the usual x* test. The other factors are either constant 
or vary much more slowly with x*. They really arise because x® is not linearly 
related to any of the unknowns. For one degree of freedom, the estimate is 
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unbiased and the extra factor does not appear. But for any larger number of 
degrees of freedom xl‘^^ estimate of the resultant amplitude system- 

atically increased by the sampling error. What the test does, effectively, is 
to allow for this increase by reducing x* slightly. 

Another way of expressing the point is to assume from the start that the 
function of the observations relevant to the test is y*. Then on hypothesis q, 
X* is entirely due to random error and the probability that it would be in a 
given range is proportional to exp( -\x*)^X- On ~ g, if the real amplitude 

is large compared with the random errors, x is nearly pro}X)rtional to the 
amplitude, and as we have taken the prior probability of the latter uniform 
the probability of dx is projmrtional to dx- Comparison gives K proportional 
to But on ~g, if the real amplitude is small, the random 

variation still adds something near m to x*> &nd this produces an outward 
displacement of the estimated coefficients and an additional concentration 
of X* in the region just above m. Hence in this region the probabiUty of dx, 
given ~q,ia distnbuted a little more densely than for larger values, and the 
function of that appears in K will be a little less than x”~^exp( - lx*)’ 
When x^ = and m = 2 or 3, £ is about (2e)-* of its value for = 0, and 
therefore is still lai^e if n is large. For larger values of m the value of K at 
= m 18 smaller, at least if the approximation given is valid; but the 
critical values are substantially larger than m and I have not thought it 
worth while to examine the appropriate approximation more closely. 

It is satisfactory that n enters through the power If we had chosen a 
different power of c in (3) a different power of n would have appeared in the 
result. The elementary argument based on testing the extreme coefficient by 
itself must give the right order of magmtude for the result, and loads to this 
power of n. The advantage of a more detailed discussion such as this is that 
it uses the whole of the relevant information contained in the observations, 
whereas the simpler one does not. Thus if the coefficient of a cosine term 
came out 0-3 + 0* 1, this discussion would make a difference according as that 
of the sine was 0- 1 or 0- 26 , the elementary one would not. But it is reasonable 
to expect that the elementary theory would give a result of the right order 
of magnitude for all numbers of observations, and this condition is satisfied. 

The test will therefore say at what value of x*, greater than m, the data 
begin to support the introduction of new functions into the chance. 

Apart from the cases m = 1 and 2 I know of no practical applications 
where the conditions required for this test are satisfied. The case m = 1 has 
akeady been treated. A harmonic variation is an instance where m = 2. If 


/i(0 = C08 27r(; /,(*) = ^2 sin 27rt, 
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the extreme values of Oi/i+a*/* are ±yl 2 (al + al)K Since 1 + Sa,f, must be 
everywhere positive the extreme value of c is 1 /^ 2 , which is therefore the 
appropriate value of «. 

It is possible, however, that the true extreme would be a case where the 
entire chance is concentrated in one half-period, within which we can 
treat it as uniformly distributed. This would require higher harmonics to 
express it, but we may reasonably suppose that their coefficients are pro- 
portional to higher jiowers of and a,, and would not affect the prior 
probabihty distribution of the latter. Then if the true probability of an 
observation in a range cU is 2 dt from i == 0 to 0 from I to 1 , we find by 
Fourier analysis , , 

^ ai = 0, aj = 2V2/jr, 

whence in a case of this type wo should take a = 2 ,j 2 j 7 T 

If the frequency distnbution of stars with regard to direction from the 
sun was less obviously non-nniform, this teat could be used to test the 
presence of a de|)arture expressible by the sphoncal harmonics of a given 
order, so that higher values of m would anse There is nothmg m the argu- 
ment that depends on the restnetion of f,{t) to be functions of only one 
variable. 

6 . The representation of metisnrements by assigned functions The funda- 
mental difference between this problem and that of testing a law of chance is 
that the random variation might turn out indefimtely small, in the problem 
of chances it is fixed by the numbers in the samples themselves. Thus three 
different observations lying exactly on a straight line would be strong 
evidence against constancy ; but throe like events in succession would not be 
strong evidence against an even chance. The systematic vanation might 
account for any fraction of the whole variation outstanding at the beginning 
of the investigation, and the generahzed amphtude c may reach a, the square 
root of the exfiectation of the square of a residual outstanding at that stage. 
But s 18 to be found from the scatter of the observations and is not, as in 
problems of sam[iling or distributions of chance, determinable m advance. 
It therefore enters as an unknown with the prior probabihty distribution 
appropnato to an unknown essentially positive quantity. This consideration 
was taken into account previously, but the distribution of the prior prob- 
abilities of the coefficients of the new functions that might arise, for given a, 
was wrong for the reasons indicated above. 

An unconsidered complication also needs attention. In my previous 
discussion {1936, pp 432-7) I took the now functions /, to be mutually 
orthogonal at the actual weights. This leads to a mathematical simplifica- 
tion, but otherwise has little in its favour. It may well happen, in the case 
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of a suggested harmonic variation, that the bulk of the observations are 
concentrated near x = 0 and x = n, bo that they give a good determination 
of the ooefScient of a cosine but a very bad one of the sine. If we are in a 
position to choose the values of x where we make our observations of the 
quantity y that we are trying to represent, we should naturally place them 
to give equally good determinations of both, and the condition of ortho- 
gonahty at the actual weights would be satisfied. Anybody oonoemed 
mainly with natural phenomena rather than experimental ones will, how- 
ever, have to deal with the observations as they occur, and this condition 
may be far from being satisfied. It is therefore desirable to extend the 
analysis to allow for this complication. Tlie statement of the problem is 
then as follows: 

P(q,dsjh)ocds/s, H) 

PM.M,. ( 2 ) 

and if the observed values of y are denoted collectively by 0, 

F(dlq,ds,h) = -^exp(-l'^)i7(dy), (3) 




')/7(dy) 


P(q, dB\0h)ac exp| - , (6) 

P(~q,ds,dai ..da„\6h) 

{i m-irdsda,... da„ / ^,(y-2Sfo,m 
27r*»*(So»)*(«-w (s« - 5o*)*» «» ^ 2(«» - Sa») / ' ^ ^ 

Put in (fl) 2y* = /w*; s* = 1/2/t*. (7) 


The exponential in (6) is the usual likehhood factor. Its maximum is at 
ai 32 Of, the solution of the normal equations, and we may write m (6) 


a/ = ai + g,; «* - (Sfo* = 1/21:*; 2(y - 5a,/,)* = tmt'*. (8) 

Then 2’(y-5a,/,)* = 2(y-5a,/,)*-H2(5&/,)* 


= n<r'»-^2(5/,&)*. (9) 

If the observations are so distributed that the products of the & in (9) cancel 
we have the condition of orthogonality. But consider first the opposite case. 
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where the discriminant of this expression is so small that most of the 
variation of the integrand with regard to o„ comes from that of Sa* and not 
from the terms in in the exponential. In this case the maximum with 
regard to o„ is at o„ = 0, and if wo put 

Sa* = 8'a*+al, (10) 


wehave (H) 

and we can put a„ = U in the other factors m (fl). Then (6) becomes 


P{~ q,d8,dai... do„_i | Oh) 

(Iwi- l)!(lm-2) ! dadtti ..da^_i 


[- 


Ay -S'aJ,)' 

^2(sV 




( 12 ) 


But if we ignored a„ from the start, and considered only the m - 1 parameters 
Ui to a„_i, (6) would be replaced by 


P{~ q, da, doi . . . da„_i | Oh) 


(\m-\ ydad4x, _da„., exof-r^^" 

((S'o*)*<'»-» («* - .S'o*)‘»«» 2(«» - S'a*) J ’ 


(13) 


and the ratio of these two expressions is 


{(Jm-i)'}* _ 

(im-i)r(lm-2)i 


1 + fJ 


<)• 


(14) 


Thus the two expressions are equivalent for large m. For moderate values 
we have. 


m 23460789 10 

Ratio 0 0 04 0-78 0 86 0 89 0 91 092 0-03 0 94 


the expression in ( 13) being the smaller. In such cases we should therefore 
proceed by rejecting the worst-determined jiarameter altogether, test the 
remainder by (13), and allow for the rejection by dividing P(~ q \ Oh) by the 
appropriate number in the table; and therefore K will be multiplied by the 
same number. For to = 2 the exponential factor is still necessary to save 
convergence and the approximation (11) fails. In this case we cannot 
reject an unknown. 

The method suggested, if great departure from orthogonahty is detected 
in the solution of the normal equations, will then be as follows. Transform 
the Of to a new set of orthogonal parameters d, (not the 6, of the Lemma) such 
that the product terms of the exponent vanish. Then the variation with 
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regard to b„ due to Sh* will be represented by a factor i{tn - 1) 6J,//S'6*, and 
that due to the exponential will be represented by - The 

former will be the more iiufortant if 




(16) 


and therefore if the standard error of b^ exceeds the root mean square of the 
estimates of the other jiarameters. If this is found to be true it will be best 
to Ignore b„ and test the other parameters similarly, applying the correcting 
factor (14) in each case. The reduction of K will be partly cancelled by 
the disappearance of one term from x* 

The tendency of this rejection of badly determined parameters is to 
improve the orthogonahty of the set, especially in the cases where the 
estimates are such that there may bo any doubt about significance. Conse- 
quently wo may proceed to consider the problem as if orthogonality held. 
Then (6) iwluces to 


/*(- q, da, (Uti 


.da„\dh)oc 


{|^m- l)I<fodoj ...do„ 


X exp[ - + /S(o, - a,)*}] 

(jm -l)\df^^ 

xexpl-nA*{(r'* + £f(a,-a,)*}J, (16) 
(6) at the same time, the same factor being dropped, becoming 


P(q, da 1 0A) oc — A^exp - (nk^tr*). 


(17) 


The integration with regard to the o, can then be done by the lemma. In 
the first place, if all the a, are 0, we find 

P(~ q, da I (?A) oc j* -- c-»*^'*d8, ( 1 8) 

and in this case a' ■= tr. Comparing with (17) we have 


K = (2»/jr)*, (19) 

as for one degree of freedom and as for the frequency problem. 

For » = 2 or 3, and 2n/fc*/8a» > m, orn > 4 and 2nk*Sa* > 4(to - 3) , 


P[~q,d8\0h)ai 


(j m- 1) 1 i"ds 

~2i^' 


oxp{ — nk*cr'*) 
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For n > 3 and 2nk*Sa* >m, 2(m-3)< 2nk*Sa^ < 4(w - 3), 


P[~ q, da\dh)<x. 


(Jm— !)• exp( — ttit**?-'*)/ m — 3 

2k^n «^{nk»S^^-»\ 2nk*Sa*] ' 


(21) 


It remains to integrate with regard to a The rapidly varying faotors in (17) 
areifc”exp(-nl;*of*)andin(20)and (21)aroJfc"-'“exp( — ra/fe*<r'*). It turns out 
that it is not necessarily legitimate to noglect the variation of k-”* in com- 
parison with the other factors. The maxima are at = l/2o-* and 
k* = (n-»n)/2no-'*. Hence our estimate of « in (17) is a, but in (20) and (21) 

(22) 

= (23) 


The usual estimate of the standard error of a, is o’7V(» — /»). Then 

, _ ( n-m)Sc i^ 

X - 


(24) 


Integrating, we have, from the main factors in (20) and (21), 


(n-m)«»-W2*»‘-i(Jm-l)! 

(26) 

To this (20) will apply a correcting factor 





(20) 

and (21) a factor • 

(27) 


We can simplify (25) a little, on the hyjiothesis that mjn is small, by ex- 
panding {n - m)*<'' ■ in powers of rn/n and neglecting the difference between 
X^ln and ^l(n — m). Then wo have 


, / 1 m* w \ 

2)"*->(i”^- 1)’ ^ \ ^n — m) 


(28) 


with the extra factors from (26) and (27) The change in the form of the last 
factor from the simple exp( - i;;^) of the problem of chance is due, of course. 
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to the fact that the standard error here is initially unknown, and oorresiwndB 
to the difference between the normal law of error and “Student’s” distri- 
bution. My test for series of measures (1937 a) needs an analogous change 
when the numbers of observations are not very large. 

It has been supposed up to this point that the functions under considera- 
tion arise at the beginmng of the mvestigation. Usually, however, a number 
of other parameters, the significance of which is not in doubt, must also be 
found from the data. The effect of this is to increase the uncertainties of 
the new ones, and this should be taken into account. If there are r of them, 
r new exponential factors appear in (5) and (6), and disappear when we 
integrate with respect to them, factors If being removed from (16) and (17) 
in the process. Thus our result must be divided by (ar'la-y. The effect is that 
the index of tlie last factor in (28) must be reduced from l(n - 3) to ^(n — r - 3). 
Thus if the anedysis of a new set of data involves the determination of a 
large number of parameters already known to be relevant, the last factor, 
for a given set of residuals, may be substantially increased, and with it the 
difficulty of establishing any new ones In this formula, as adapted, the 
same definition of ^ by (24) is supposed retained. 

If X* is not much larger than m, even if it is sigmficant, it will bo impossible 
for many of the estimates of the [larameters to exceed their standard errors. 
We may find that there is a sigm'ficant deiiarture from g in a very vaguely 
determined direction if m is large. 

The foregoing analysis deals with the case where the functions introduced, 
as far as we know originally, might account for almost the whole of the 
outstanding venation. In many cases, particularly in astronomy, the 
previous information is enough to indicate the approximate hmits of the 
outstanding variation and of the amplitudes of the terms to bo tested, and 
the latter are appreciably smaller. In observations of the variation of 
latitude, for instance, I believe that the whole range of the effect is already 
well known to be under a quarter of the standard error of one observation, 
and is determinable only by combining numerous observations made under 
such conditions that it is practically certain that the bulk of the systematic 
errors will cancel. Chapman’s determinations of the lunar atmospheric tide 
are a still more striking case. In such a problem 2 (7) does not represent 
the previous information, and must bo replaced by 

P(dc I a, h) = dcjp, 

where p is the permitted range of c indicated by previous considerations for 
the particular problem. The result is that in the above analysis daja* must 
be replaced by dajpa wherever it occurs, and the range of integration for the 
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at is through a sphere of radius p instead of s. If the <r(a,) are larger than p, 
the integration removes from P{~ q \ 6h) all factors depending on the a„ 
and Anally leaves K nearly 1. Thus until n is of order <T*jp* the test is quite 
indecisive. This is what we should expect, but it is satisfactory that the 
analysis should lead to it. For much larger values of n the previous approxi- 
mations are valid, and the result will be that P(~ g 1 A) is multiplied by 
ajp and K by p/<r As the latter is small it becomes possible to infer a small 
systematic departure, when it is already exiiected to be small, more readily 
than when it is not. 

6. Test for independence from means of measures. It is often found that 
summary values found by statistical treatment do nut agree as well as the 
usual theory of combination of observations would imply. Now one possible 
source of error in this theory is that it assumes the errors of all observations 
independent. This is the type of assumption that leads to applications of 
Bernoulli’s theorem, and when this happens 1 think that we should always 
look out for danger and teat the hyimthesis in question as soon as sufficient 
material is available. The common statement that the standard error of a 
moan is the standard error of one observation divided by the square root of 
the number of observations is not justified by the theory of probability, as is 
often stated; it is the result of the theory combined with the hypothesis of 
independence of the errors, and the latter is open to doubt. There is evidence, 
for instance, that the iiersonal e()uatiun of an observer varies from time to 
time, so that there is a systematic effect running through a series of observa- 
tions and therefore violating the hypothesis. We need a tost that will reveal 
such an effect if it exists 

Suppose that we have mr observations arranged in order, and divided into 
m groups of r each. The whole mr yield a mean and a standard deviation cr 
The Ith group alone gives moan x, and standard deviation (Ti. If we take the 
mean of the group means we recover x, and their standard deviation about it 
is T The questionis whether t is consistent with the value trj^r inferred from 
the usual theory, or whether it is sufficiently greater to indicate that besides 
the random errors there is a systematic effect that may affect the whole of a 
range and possibly lie reversed in the next. 

We shall regard x as an estimate of a true value a. The hypothesis of 
complete independence is our g, and we shall suppose that the probability 
of one observation a;, on this hypothesis, is given by 


( 1 ) 
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On the comparison hypothesis ~q the probabihty of an observation is 
distributed normally about a value a, special to the group. Then 

I (2) 

We shall suppose also that the probabilities of the a/s are distributed 

normally about a with standard error t, so that 

Since in either case «* is the expectation of the square of the departure of an 
observation from a, we shall have 

«» = «'*+<» (4) 

We treat a as originally unknown and capable of any ixisitive value, so that 
P(d8 1 qh) = P{da \>^qh)acda/a, ( 6 ) 

and t as unknown and ca[>able of accounting for any fraction of a, so that 
P{dt\~q,8,h) :^dtl8. (6) 

Combining these probabilities by the product rule we have 

P(q,d8da\h)<x.dad8ls, (7) 

P(~q, dadadtda^ ... | A) oc **^*^(^ 3 )* ^ “^ 2 *^ j 


The probabilities of the data, given the various parameters, are proportional 
to 


P(<? 1 gdfldoA) oc a "^expj^- 



(9) 

P{0 1 -qdadadtdoi ...da^h) oc a’ ""■expj^- ‘*?{(0/ - a"/)* + • 

(10) 

Then by the principle of inverse 

probabihty 



da r 

P[qdada \0h)oida expj 

mr ,, , 

>]■ 

(11) 

P{~ qdadadida^ ..da„,|0A) 




dadadt/ 1 V 
\27rt*/ 

'■»p[-V 

'J/7da, 



xa'— oxp[-2^-,-. 

«{{«/- */)‘+of}J. 

(12) 
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We find 


k, 


Hence by integration with regard to the a,, 

_ dadsdj, a'-' 

“ (a'* + rt*)“ 


P(--qdsdadt\Oh)cc 
We have the identities 




S(a-xi)* = in(a-x)* + mT^, 
Sraj = »tr(o-*-T*), 

and integration with regard to a gives 
m«r* 


P(g'd8 1 dA) X a-'"' exp - da. 


(14) 

(15) 

( 16 ) 

(17) 


P(~gda(«|dA)x'^f „ex,>j 


mr® wir(<T* — t*)1 

2(?* + rt®) I 


(18) 


which becomes, on putting t = an, 


cc dadu 


{l + ('r -!)!?}»<* 




mr{<T*—r^) rtirr* 

■^1-tt*) “28®{r+(i^l)~a*}. 


(1») 


Lastly, integrating with regarrl to a, we have 


P{9|<?A)x<r-<'™-«, 


, (1-W®) K'"'-'"’ ((7®-T® T® ) 


and, if t/o- = y, 


(20) 

( 21 ) 


A A~g| ^^) _ f ' ( 1 - {! + (»• 

P(g| 6 'A) '■{U(r-7®r-l)tt*}«"-« “ 


( 22 ) 


This expression is exact. 

Three checks are possible at this stage. If m = 1 , the observations are all 
lumped in one group and there is no information for testing a variation in 
different groups. In this case t* and y* are zero. On substitution in (22) we 
find Jl = 1, so that the test makes no decision — which is the correct 
decision. 

If r = 1 , all the observations are in different groups and there is no means 
of separating a systematic variation between groups from the variation of 
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individual observations. In this case t* = c*, y* = 1, and on substitution 
we find again If = 1. 

If w = 2, the test should reduce to the test for comparing the means of 
two series of observations for a systematic difference. This test was, for 
largo numbers of observations, 


\n <T*lm + T* In) 2o-*7m + 2 t*/» j ’ 


(23) 


where jc and y are the means, m and n the numbers of observations, and 
O’ and T the standard deviations in the two series. Here we must replace m 
and n by r,o and t by o, and y-x by 2t. Then K retluces to 


-Si) - 


Putting y = 0 in (22) we easily venfy the first factor. When y is not zero the 
behaviour of the integrand is compheated, as we shall see in the general case. 
In general, if y = 0, wo find approximately 

K = {2(m-l)r/n)i, (26) 


so that the 8U|)]K)rt for q, in the most favourable case, is of order as usual. 
This experimental result would however be very unhkely to occur in such a 
problem. 

The large indices make manipulation troublesome, but wo may sub- 
stitute 


w* 


ro« 


(26) 


Then 


1 p rfl-te*)*'”* 

K “Jo (1 -y«M;*)»<"^-w{r-(rl- l)u;*)* ' 


For y^< 1/r, nearly, the integrand decreases steadily through the range, 
and the integral is, approximately. 

This is valid so long as 1 - ry* is greater than a quantity of order 
For y3 = 1/r, the factors with high exponents behave like exp(-imMi<). 
Neglecting higher ixnvors we obtain the approximation 

1 

i:" r*m» 


(29) 
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Tbere continues to be support for independence up to the value of y* that 
corresponds to the expectation of r* given q. This was to be expected, but 
the change in the index of m is a new feature. It comes horn the vanishing 
of the terms in w* near this transition vaiuo of y‘. Epistemologically, it 
comes from the fact that if ^ is a small quantity of the first order it makes 
only a second-order change in the expectation of t, and therefore of y. In 
our other problems a first-order change in a quantity to be determined 
implies a first-order change in the observational quantity to be used to 
estimate it. The result is that a value of y* near to 1 /r corresponds to a larger 
range of possible values of t, if t is not zero, than it would for the usual linear 
relation, and the coincidence required on hyjiothesiB ~ ^ is less remarkable. 
(It was, however, the fact that a small real amplitude makes a second-order 
change in that produced the extra factors in the problem of chance, 
though they were not important enough to alter the index ) 

For y*> 1/r the integrand increases from the origin to a maximum and 
declines again to zero. The maximum is near 



and if we denote this value of w by the integrand is proportional to 


m(ry*-l)(r-l)*y* ,, 

exp- (w-w,)^ 


(31) 


and we can approximate to the integral by the method of steepest descents, 
provided that 

ry*-l>(l/TO)*. (32) 


We find K = nl ^ ' “ y*)i"«-l»-i (33) 

This can be simplified by putting 

and expanding to order /?*. We find finally 

(36) 

Comparing with (29) and (32) we see that this should bo of the right order 
of magnitude (or = 1 and a good approximation at higher values. 

This problem is one of the first treated by Fisher’s z-distribution (1924, 
1928) and since the factor in K that depends on the observed values has so far 
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usually been found to agree closely with those found by direct methods it is 
of interest to make a corresponding comparison here. (An exception has, 
however, l)een noticed above for measures when the normal equations are 
highly non -orthogonal.) In this problem we could regard <r*-T*and T*a8 
giving two independent estimates of «• if q was true. These estimates would 
be 

sj = ^“1 r®, based on »» — I degrees of freedom; (36) 

r(<r* - r*) 

’ based on m(r— 1) degrees of freedom. (37) 

Fisher defines 2z = log-i, (38) 

and gives a form, on the hyiwthosis that all deviations are completely inde- 
pendent, for the probability density of z. This, in my notation, is 

Substituting for z in terms of and t*, we have 


m(r-l) y* 
m-\ l-y* 


(40) 


and P{dy\qh)ccy'^-*{l—y*)^""'-i"‘-^dy (41) 


This form resembles (33) very closely, oven to the power of 1 -y*. One of 
the factors y in it, however, is replaced in my solution by (y* - 1 /r)* on account 
of the unusual nature of the effect of I on the quantity used to estimate it. 
It is this factor that gives the in (35), the variation of which is of secondary 
importance in comparison with that of the exponential factor. Considering 
the difference in the methods of ajiproach the agreement is very satisfactory. 

It is sometimes said that too small a value of or in this case of t\ gives 
as good reason fur rejecting the hypothesis to be tested as too large a value 
does. In my solutions the support for the hypothesis q always increases 
right up to or T* = 0. This appears to be because I have not considered, 
among the alternative hypotheses denoted by ~q, the types that could 
lead to spurious agreements. For instance, a negative correlation between 
consecutive observations in a series would make the means by ranges vary 
less than would be expected on the bypotbesis of independence. This might 
happen if an observer tended to compensate an error in one direction by 
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making the next one in the opposite direction. Special discussion would be 
needed to test a hypothesis of this type 1 do not think that instances of it 
are common; much commoner is a positive correlation that leads to an 
underestimate of the uncertainty and hence to too large a ^ when different 
series are conijiared. 

We notice from (14) and (15) that if is established by the test the 
posterior probability of a is distributed about x with standard error given by 


But, apart from sampling errors, the maximum of (18) gives 




rmr* 
m— 1 ’ 


(43) 


so that = T*/(»»- 1) (44) 

Hence if a test of this tyjie shows that there are systematic errors affecting 
ranges the precision of the mean should not be found from the original scatter 
of the observations, but by treating the means for the ranges as m independent 
measures, and using their scatter as the datum for estimating the un- 
certainty of o. This does not exclude the possibility that closer investigation 
may lead to the discovery of further correlations between oven these; but 
the range means will determine a minimum uncertainty if the hypothesis of 
inde[iendence has to be rejected. This method is often used in practice; but 
unfortunately it is also often used when the means are more accordant than 
their standard errors would suggest, and then leads to an underestimate of 
the uncertainty. 

7. Numerical examples. 

7'1. Periodicity in mmsurea. the node of Venus. Dr H. S. Jones ( 1929 ) 
gives the following table of discrepancies between the observed and calcu- 
lated secular changes of the orbits of the inner planets, after allowing for 
Einstein’s correction to the perihelia and for corrections to the masses made 
from independent evidence The unit is 1 ' per century: 

de edw d\ sin idQ 

Mercury -0-90± 0-80 - 0-89 ± 0-40 + 0 38 ±080 +0-86±0-46 

Venus 4-017±0-20 -0-13± 0-20 + 0-40 ±0-30 -I-0-76±012 

Earth +001±00» -004± 0 12 - 0 06 ±010 — 

Mam +0-29±0-20 -h 0-42±0-28 -0-31±0-ia +014±016 
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The respective contributions to are: 

de tdw di flin tdQ Total 

Morciiry 3 24 4 95 0-23 3-56 11-98 

Vpnus 0 72 0-42 1 78 40 1 43-02 

llHrth 0-01 0-11 0 36 0-48 

Mara 2 11 2-82 3-74 0-77 9-44 

Total 6 08 8 30 6-11 44 43 64 92 

Such a on 15 degrees of freedom is overwhelming. The diagram given by 
Yule and Kendall (1937) gives the 0-01 % limit at = 44. But 40-1 of it 
comes from the node of Venus, which is viewed with astonishing equanimity 
by those writers on relativity who describe tbe agreement as completely 
satisfactory. If it is omitted, y* for 14 degrees of freedom sinks to 24-8, 
which would make the P integral equal to 0-03, and might just possibly be 
due to random error. 

On the present theory, wo must regard these residuals as parameters 
arising in pairs, with the exception of the change of the obliquity of the 
ecliptic, the companion of which would be the constant of precession and is 
taken as a datum. Thus de and edw can be regarded as coefficients of t oo8n< 
and ^sinn/ in the longitude, di and sinidO as coefficients in the latitude. 
The reduction from right ascension and declination, with respect to the 
earth, to celestial latitude and longitude with regard to a fixed set of axes 
in the sky, may be regarded as a secondary comphcation. In testing the 
node of Venus for significance we must therefore take it with its companion, 
the change of inclination For these two we have, therefore, 

n = 12319; m = 2; ;^* = 41-9 

With this number of observations we can replace the last factor in 6 (28) by 
exp(-4x*):then 

K = 1 1 1 V(42)c-«-« = 6-4 X 10-». 

This does not allow for the fact that we have selected this pair as an extreme 
departure out of 8 To allow for this we must multiply by 8/log* 2 = 11‘6, 
giving 6-2 x lO'*, The odds are therefore about 160,000 to 1 that this is a 
genuine defiarture, whatever its explanation may be. 

In a previous discussion (1936, p. 445) I found that, with so large a 
number of observations, the residuals would be just within the range 
attributable to random error. The change arises from three sources. In my 
previous test the coefficient of exp( — 6160, which has been divided 

by about 9 by the correction of the test. This change is roughly balanced by 
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the allowance for selection. The chief changes are due to Jones’s use of a 
corrected mass of the earth, in comparison with that of the sun, to agree 
with more accurate determinations of the solar parallax than were available 
to Newcomb, this has increased the residual of the node. Newcomb’s 
standard errors included those of the masses, which was an undesirable 
procedure since it implied that the uncertainties were not indejiendent, 
Jones has omitted these (they may now be considered negligible) and the 
standard errors are oorresiiondingly reduced. Thus this pair of contributions 
to X* liave risen from 13-9 to 41-9 

It may be remarked that the observations covered about 1 40 years and 
that the observable effect in this time would be about T. The diameter 
of the disk of Venus at maximum elongation is 20". It may, perhaps, be 
doubted whether the bisection of an oddly shaped object like the visible 
crescent of Venus could be trusted to this accuracy without systematic error, 
or even whether the systematic error could be trusted to remain the same 
for astronomers over 140 years In making this suggestion, however, I am 
opposing the authority of Newcomb, who considered the node remarkably 
free from systematic error. 

Apart from this pair, the largest contribution to x* comes from de and edm 
for Mercury, and is 8-2. The factors depending on x* would therefore be 
2‘9e~^^ = 1/21 roughly, and would be overcome by the factor n* if there 
were more than 441 observations. As there are several thousands there is 
no reason to regard these contributions as significant, though the general 
magmtude of the contributions from Mercury and Mars suggests that the 
standard errors may have been slightly underestimated. 

7*2. Test for independence of errors Pearson’s data. Karl Pearson (1902) 
has given the results of six series of observations designed to test the con- 
stancy of the personal equation and the correlation of the errors of different 
observers. The first test consisted of the bisection by eye of a lino, which was 
afterwards measured The second was essentially a time observation of a 
moving bright line. There were three observers for each type of experiment. 
Each observer made 600 bisection observations and 519 bright-line observa- 
tions. Pearson tabulates the means of groups of successive observations for 
each individual. For the bisection series there are 20 groups of 26 each; for 
the bright-line series there are 1 6 groups of 27 to 37 each and an odd group of 
17. To 'preserve symmetry I have ignored the last group and neglected the 
difference between 27 and 37. The data are then in a form suitable for the 
application of the test for independence by the consistency of the group 
means. 
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For the bisection series the results are: 

r = 25; m = 20; = 6-96. 

Mean pereonal 

OhHorvor ec^uation 10*<r* I0*r* V* 

1 +0 0123S 6 026 0 561 00031 

2 - 0 00477 9 397 3-404 0-3623 

3 - 0-00460 6-892 3-704 0-6605 

All the values of are larger than the expectation on the hypothesis of 
randonmoBs, which would he 0-0400. To apply the test we first compute 

= (ry* — 1 ) ; it is interesting to show the various factors of K separately : 

Obsorvor /? /?* K 

1 6-96 6-937 2-430 6700 0 00216 

2 6 90 36 036 6 002 10‘« 4x10“® 

3 6-06 67-07 7 665 10»« 4xl0->»‘ 

For the bright-line series wo take mean values for the numbers in the 
grouiw, namely r = 602/10 = 31-4, m = 10 The mean taken is an unweighted 
one for the groups retained. 

Mean personal 

Observer equation <r* T* y* 

1 +0-1828 1-414 00939* 00664 

2 -1 1617 1 376 0 1377 0-1001 

3 -0-.6373 3 3IH 0-4628 0-1396 

Obsoi^-or r^mVV'r P P^ K. 

1 6-32 4 464 2 113 138 6 0 0963 

2 6 32 8 672 2 928 9-42 x 10’ 2 x 10-® 

3 0-32 13-620 3-677 7x 10“ 3 x 10-« 

The results are very striking. Not one of the six series gives a value of K 
that supports the hypothesis that the errors are indojiendent, and four are 
overwhelmingly against it. The correlation between neighbouring observa- 
tions is such that the mean of 25 consecutive observations, in the bisection 
experiments, is no more accurate than that of 2 to 11 independent ones 
should be; and in the bright line ones, the mean of 31 is no more accurate 
than that of 7 to 15 independent ones. 

Pearson does not summarize his means by ranges except in the'form of 
graphs, on which the expected random variation erj^jr is not marked, but his 
conclusions are substantially the same as these. It is clear that the hypothesis 
of independence of the errors can give only a minimum uncertainty, and 



189 


Significance teste 

that when a large number of observationa are combined additional cheoka 
should be applied to teat it and allow for its failure, otherwise an appearance 
of accuracy may be obtained that is entirely spurious. 

With these numbers of observations K would be 1 about = 3, so that 
y* would differ from 1/rby 3/m^. Then for the difference to be just significant 



But the standard error usually given tor a standard error based on m observa- 
tions is (2m) of the latter. We could regard r as such an estimate, and if it 
differs from by 3/.^2 = 212 times its estimated standard error wo could 
regard the difference as genuine It is curious how the rough rule that with 
ordinary numbers of observations a departure of about twice the standard 
error is just significant persists m these tests 

Tliis lack of independence is relevant to the question of the value of 
s{)ecial studies as against the use of reports from the observing stations in 
the construction of seismological time tables The former are often recom- 
mended on account of the reduced error of one observation. In some cases 
this is genuine, though the difference is not great, but when the same 
observer reads the whole of the records there is a serious danger that the 
apparent smoothness is achievo<l by a correlation between consecutive 
errors and not by any real increase of accuracy. I have a strong suspicion 
that this is particularly true of what is called a “ careful observer ”, who may 
read the same record again and again until he is ” sure ”, and thereby, quite 
unconsciously, allow his readings to be influenced by those of other records 
The true accuracy, in such a case, is better determined by the first readings 
than by the consistency of the final ones • When the roatlings for each earth- 
quake are all made by different observers there is much more prosfiect of 
achieving independence of the errors 1 am confirmed in tliis opinion by the 
fact that, although the law of error deviates widely from the normal in these 
conditions, when allowance is mode for this deviation the comiiarison of 
different series for the phases regularly observed reveals no unexplained 
discrepancies, even though the standard errors have in most cases been 
reduced by combining observations to about a sixth or less of that of one 
observation It is true that many of the alleged discrepancies between the 
results of special studies and those based on reports are spurious, since hardly 
any of them are associated with any estimate of the standard error at all, 
and some are due to graphical methods, errors in arithmetic, interpolation 

• Or ind(>i>ondenc(} could be achieved by reading the records in a random order 
given by card drawing or Tippett’s nuinben. 
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over long ranges where there are hardly any observations to serve as a cheek, 
or to the inclusion of observations affected by known types of systematic 
error, such as, esjwcially, late readings due to smallness of the movement. 
But this is not the present point, which is that errors in the reports satisfy 
the condition of independence, and that consequently the accuracy 
apparently attained is genuine, while those in sjiecial studies are open to 
suspicion until their apfiarent accuracy is confirmed by comparison with 
other senes The proper function of sfiecial studies still seems to me to be, 
as Bullen and I remarked in our original paiier (1935), to test doubtful points 
such as the separation of difficult phases, where reports lead to indecisive 
results, with due regard to the risk of the observer finding what he expects 
to find — which certainly varies very much from one observer to another. 
The computation of y* in conqiaring series serves two purposes, since y* 
would be increased either by a genuine systematic difference or by an under- 
estimate of the standard errors When a normal value is found, therefore, it 
confirms both the absence of a systematic difference and the independence of 
the errors I have in fact made considerable use of sjiecial studies in treating 
the mure difficult phases, but this test has always been applied and has 
usually, but not always, shown that the senes are comparable I do not 
wish, therefore, to disparage special studies, but merely to point out that 
such a check is always necessary before their apparent accuracy is accepted. 

8. The combimUton of tests It sometimes hap pens that a series of estimates 
of a parameter consistently give values with the same sign and running up 
to about tw ice their standard errors. None of them taken by itself would bo 
regarded as significant, but when they all say the same thing one begins to 
wonder wiiether there may not be something to be said for them after all. 
A treatment is suggested by the problem of sampling to test an even chance. 
The appropriate formula is 

A = (2n/7r)»exp(-iy«). (1) 

Now supjiose that we have a sample of 1000 and that the departure makes K 
less than 1 If wo divide the data into 9 groups wo divide the outside factor 
by 3; but at the same time we multiply all the standard errors by 3 and 
di vide the contnbution to y* from a genuine departure by 9. Thus a departure 
that would be shown by a sample of 1000 may not be shown by any one of 
its sections. Since K is the factor to be applied to the ratio P{q ( h)}P{~ q | h) 
to give the posterior probabUities and all the separate Ki, K ^, ..., may 
be more than 1 , and yet the K given by taking the whole sample together is 
less than 1, it apjiears that we have an inconsistency. This arises from an 
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insuffioient analysis of the alternative ~ 9 . The hypothesis 9 is a definitely 
stated proposition, leading to definite inferences. is not, because it 
contains an unknown parameter,* which we may denote by p, and would 
be i on ?, but may be anjrthing from 0 to 1 on ~ Anything that alters the 
range permitted to p will alter the inferences given by ~ q. Now the first 
sub-sample does alter this range. We may start with probability } concen- 
trated at p = i and the other ^ spread from 0 to I In general the data of the 
first sample will alter the ratio of these amounts and may increase the 
probability that p is 0 ; but it also greatly changes the distribution of the 
probabilities of p given ~q, which are now nearly normally distributed 
about the sampling ratio with an assigned standard error. It is from this 
state of things that wo start when we make our second subsample, not from a 
uniform distribution of the probability of p, suiiiiosing that it is nut The 
permitted range has been cut down to something of the order of the standard 
error of the sampling ratio given by the first sample. Consequently the 
outside factor in ( 1 ) is greatly reduced and the second sample may support 
~ g at a much smaller value of p - J than would be the case if it started from 
scratch. We cannot therefore combine tests by sim|)ly multiplying the 
values of K. 

A general argument shows what the result must be. If pi and pj are two 
hypotheses, and we have two sets of data^^ and^g, the original information 
being h, 

P{ Pi\0ih) _ P(p,\e,h) _ 

PiPil h) miPiA) P(p,l A) P(d,\p,hy 
P{ pAW) ^ P(P^\0i&^h) _ ,,, 

P{Pi\o;h)P(ff,ipAh) P(p»\0ih)P{0,\p,o,hy 

by two applications of the principle of inverse probability By multiplica- 
tion, 

PipAW) ^ PipAW} 

PiPi \h) 'P{0 , 1 Px A) P(0, 1 pfi,h) P(P, I A) M I P. A) P(0 , 1 p,0Ah) • 

But P(0, 1 p,h) PiOApAi^) = I Pih). (6) 

P{0 , 1 p,h) P{0AP,0ih) = P(0A\P,h), ( 6 ) 

and therefore 

P(Pi\W) PjpA W) _ 

PiPi I h)P{0x0, \Pih) P{p, I A) P{0,O, \p,hy 
which is the result of applying the principle of inverse probability to the 
data 01 and O, simultaneously. Thus it does not matter in what order we 
• This distinotion appears also in Fisher’s theory (1935, p. 19). 
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introduce our data; as long as we start with the same data and finish with 
the same additional data, the final results will be the same. The principle of 
inverse probability cannot lead to inconsistencies. To apply it in the wrong 
way to the data available may, and often does, and m this case the wrong 
way 18 to ignore 6^ in (3), as if we started in both stages from previous 
Ignorance, which may be true for the first but cannot possibly bo true for 
the second. 

Fortunately it iu nut necessary in this case to carry out the analysis in 
detail, because the totality of the data, which would be denoted by ... 
0^ = 0, is the complete sample, and we have the result for it already. It 
follows that the method of combining samjiles in a test is to add the values 
of n in the outside factor and to use a based on the ratio of the deviation 
from i of the sampling ratio based on all the samples together to its standard 
error. 

Analogous considerations will apply to measures so long as the standard 
errors of one observation are equal m the data combined. If they differ 
consiilerably some modification may be needed, since we have seen that two 
departures with the same standard error may give different results in a test 
when the same standard errors of the estimates are based on different 
numbers of observations of different accuracies. The outside factor m such 
a case will not be obtained by simply adding the numbers of observations, 
since what it really doficnds on is the ratio of the range of the permitted varia- 
tion to the standard error of the result The former is fixed by the smallest 
range indicated and therefore by the most accurate observations, and the 
loss accurate ones have nothing to say about it. It is only when they are 
numerous enough to give a standanl error of the result less than the range 
permitted by the more accurate ones that they have anything additional to 
say. If they satisfy this condition the outside factor will be got by taking a 
from the most accurate observations and a and its standard error (r from 
ail the senes together. 

9. The itae of tnUyrala in aignificance testa Though the functions of the 
observed values that appear in these tests are usually identical, or nearly so, 
with those in the tests used by modern statisticians, there are some differ- 
ences. Here they appear directly, in the usual forms only their integrals are 
used. In the frequency problem, for instance, the information supplied by 
the observations is summed up, approximately, m ;^-^exp( - but the 
usual form of the test deixmds on the mtegral of this quantity, in the form 

W) =£r‘“^exp(-ix*)dxyj^ r’~*exp(-k*)«iA:- 
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Further differences are that in my form m is to be taken as 1 unless there is 
specific reason to take more than one degree of freedom together, and oven 
then is only the actual number of degrees so associated. In Pearson’s form 
it is the whole numlier of groups. My again is only the contribution to x* 
given by the degrees of freedom being considered; Pearson’s is the complete 
X*, including all the degrees of freedom, whether variation m them is random 
or systematic In Fisher’s usage, x^ “ given by the ratios of the amplitudes 
found by maximum likelihood to their standard errors, and his x* md m are 
identical with mine where there is reason to take several degrees of freedom 
together, but he uses the integral P as a test, so that his standpomt is mter- 
raediate between Pearson’s and mine Tn this way ho avoids the great 
random variation of x^ taken over all groups that so often makes it impossible 
to detect a genuine systematic effect when the tost is applied in Pearson’s 
way, further, he in some (-.ases recommends an allowance for selection in a 
way qualitatively similar to mine (Fisher 1935, pp 65-6). 

The use of the integral goes Imck at least to Chauvenet’s criterion for the 
rejection of observations This criterion, still sometimes used, considered 
the probability, given the normal law, that n observations should include 
at least one residual equal to or greater than the largest actually found If 
this was less than j the observation was rejected. Tlio difficulty that has 
struck many students is, why should the limit be token at the largest? 
There was more to lie said, apparently, for choosing the second largest. 
The probability of a residual just equal to the largest is necessarily mfiniteai- 
mal until the observations are made, or at most of the order of magnitude of 
lue ratio of the rounding-off error to the standard error. Consequently the 
integral giving the probability of a residual equal to or greater than the 
largest depends entirely on the contribution from larger deviations, which 
have by hyjiothosis not occurred The use of the criterion, as recommended 
by Chauvenet, moans that an observation is rejected because observations 
that have not occurred were unlikely. One might mdeed say that the fact 
that they have not occurred is ronfirmation of the hypothesis and that the 
observation should bo retained. If the lower limit of the integral was taken 
at the second largest residual instead of the largest there would be at any 
rate one observation relevant to tlie test, but as actually taken the tost is 
illusory. 

Pearson’s procedure (1900) was as follows. The probability, given a 
suggested distribution of chance, of the actual observations in the groups, is 
evaluated, and it is found that the factor that dejiends on the observations 
is exp( — }x‘), subject to certain approximations. It is thus shown that the 
likelihood is profiortional t«> this function and that maximum likelihood and 
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ininimum are eQuivalent; the information contained in the obserrationB 
is entirely summed up in Pearson, however, goes further, and proceeds 
to find the prohability distribution for given the same trial hypothesis as 
liefore, and gets the rule exp( - ^x^)dx. One may ask, why, when the 
value for the hy jiothesis and the actual observations is already known, should 
there be any interest in the probabihty of having got sometlung else? But 
there was reason to lie interested in the effect of different hypotheses on x*i 
keeping the observations the same. The additive property of again, 
makes it possible to use it to separate the posterior probabihty distributions 
of the parameters that arise in varying the hypothesis; it could be used to 
estimate the ratios of all the ]>uHsible variations of these to their standard 
errors and thus to tost all separately. It is remarkable that Pearson, who 
repeatedly declared his support of the principle of inverse probability,* 
apparently did not notice this simple consequence of it, and continued to use 
the tost in a way that luniiied all degrees of freedom together. Finally he 
formed the F integral and used it to form a test of the correctness of the 
trial hypothesis, based on the probability, given that hypothesis, of a 
larger x* than that observed, the actual x* of course makes a negligible 
contribution, as in Chauvenet’s criterion. A hypothesis that might be true is 
therefore rejecte<l because it does not agree with observations that have not 
been made. The use of P in this sense is therefore a mistako-f 

When the degrees of freedom are pro|)Orly separated this is com- 
jiaratively harmless Tests of significance are needed in any case, simply 
liecause even if the tnal hypothesis was true, random errors would load to 
iloterminatioris different from zero tor a departure m every degree of 
freedom . If these were accepted as genmne we should e x iiect to lose accuracy 
in prediction The question is to decide where to draw the line beyond which 
we should expect to gain accuracy by accepting the departures found. But 
as P is a monotomc function of x^, whatever the number of degrees of freedom, 
to fix a value of P and to fix one of x* are the same thing. It would have been 
justihable einpiricaUy to rely on the rough rule found by astronomers, that 
differences under twice the standard error usually tend to disapiiear with 
fuller data, while those over three times the standard error usually jiersist. 
Thus for one degree of freedom a contribution of 4 to could have been 
taken as possibly genuine, one of 9 almost certainly so, and this would be on 

* Tho 1911 edition tif The Grammar of Setener rontained the same excellent 
account of it oh tho earlier editions 

t Yates (1934) has shown that the probabilities of small groups are better esti- 
mated if the limit for 3;* is taken, not from tho observed number m a group, but at 
I more. In tlus way ho mode the observed value make a much larger contribution 
to P This procedure w recommended by Fisher (1937, p 97). 
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purely empirical grounds For any combination of associated degrees of 
freedom the distribution of ^ ie still roughly normal about a maximum, and 
the ratio of the actual ordinate to the maximum would have provided a test 
as good as the P integral gives. In one respect, indeed, it is better, since it is 
often pointed out that a very large value of P is a ground for suspicion. It is 
hard to justify this from P itself, but large values of P, like small ones, 
imply that the ordinate is small compared with the maximum. The kinds of 
inference drawn in such cases, however, would be different, usually too largo 
a would suggest a now {laramoter or a (lusitive correlation between errors , 
too small a would suggest a negative correlation, or that the data had 
been altered to suit a hypothesis 

Any departure from the trial law, if found by least squares or maximum 
likelihood, would diminish x* and therefore increase P; so long as the number 
of degrees of freeiloni is the same, therefore, if two precisely stated hy [uitheses 
are compared the one with the smaller P is the more probable, if there is no 
other reason for prefemng either. But the ratio of the posterior probabilities 
IS not that of the P’s, but that of the exp( - Jx*)' »part Irom a negligible 
difference in the outside factor. The situation is altered if we are discussmg 
the introduction of a new adjustable parameter, because this can always be 
adjusted so os to increase P or iwlui'c x*- An attemjit to allow for this is 
sometimes made by reducing the degrees of freedom by one at the same time, 
but it IS easy to see that if wo do this and keep the reduction of P as the 
critenon we get unacceptable results. From Fisher’s table we find that the 
6 and I % levels for x* for one degree of freedom are at 3‘S4 and 6 04. But 
the changes from 20 to 21 degrees of freedom at these levels are only 1-20 
and 1-37 Thusif 20 degrees of frmlom would bo taken as random variation, 
an additional one contnbuting only 1-27 or 1-3S to x* could lead to the 
assertion of a systematic difference, whereas three or five times these 
contnbutions would be needoti if the random errors in the others were 
eliminated and it was tested directly This seems utterly contrary to 
common sense. It is interesting to notice that Fisher, by insisting on the 
separation of genuine possible dejiartures from random error, without 
apparently being guided by the principle of inverse probability, amveil 
at a procedure closely resembling what it indicates, though stated in terms 
of P and not of the ordinate. I think, however, that the difference in 
premises is more apparent than genuine. I regard the theory of probabihty 
as a formal statement of common-sense reasoning, the principles of which 
are quite general and can be stated at the start; but even if this is not done 
an alert thinker may still notice the need for them in sjiecifio applications 
and thereby arrive at the same or very similar results. 
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It nifty be remarked that Fisher’s a-distribution, for the analysis of 
variance, has been deliberately transformed so as to eliminate scale effects, 
and is nearly normal, and therefore the above relation between the ordinate 
and P will hold for it. For problems of estimation, where an effect is 
assumed to be present but is undetermined m magnitude, the integral has a 
definite place in the inverse theory, by the kind of argument that I used for 
“Student’s" distribution (1937c), it will give, for instance, the iiosterior 
probability that an estimated difference has the right sign. But if this was 
all that was meant by a significance test it would imply that the rejection of 
small differences implied a loss of accuracy in prediction. According to such 
a view astronomers, for instance, instead of finding the orbital elements and 
masses of the planets by least square solutions and predicting their places 
according to the law of gravitation, would do better to choose polynomials 
to fit all the observations exactly and extrapolate accordingly. (Certainly 
no astronomer behoves that, and I very much doubt whether anybody does, 
even of those who say that they reject tlie simplicity postulate. 

10 The excluded middle. All inference fixmi observation involves this 
alleged logical fallacy, which is a fallacy only so long as it is claimed that 
this inference is deductive I have shown its unimjiortatice in relation to 
significance tests (193s, p 222), in which a new jiarameter is taken to be 
zero so lung as the tests do not show that it is more probably something else. 
I have only noticed recently, however, that this could have been inferred 
from a theorem given by Dr Wrinch and me in 1921 , and used then as the 
basis of the simplicity postulate It was shown (1937 A, p. 41 ) that if a general 
law p has a fimte probability at any time, and gives a senes of inferences 
*9«> i'he effect of the verification of the successive inferences is to 
divide the probability of the law, in turn, by 

p(9i I h), p{q, I qih) . . P{q^ \ 9, ... h) 

Since none of these can exceed unity the probability of the law, given all the 
verifications, would become greater than 1 if they did not tend to 1. Hence 
so long os inferences from a law continue to be venfiod the probability of the 
next verification approaches certainty. But does not 

involve p at all, in other words there is a high probability that p will con- 
tinue to be venfied whether it is true or not. This moans that if the “true” 
law (whatever that may mean) is something different from p, it must never- 
theless lie so like p as to have led to all the previous inferences from p, any 
law that led to different ones would have been discarded as in disagreement 
with observation. But if the true law has led to all the same inferences as 
p the presumption is that it will continue to do so, and therefore that p will 
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continue to give the right inferences. This disposes of the “excluded 
middle” argument completely. Astronomers were not wrong in basing 
their predictions on Newton’s law because the law turned out to be wrong, 
nor were geodesists wrong in using Euclid’s theory because that is wrong 
too; their justification did not rest on the truth of the laws but on the fact 
that they had led to right predictions hitherto and might reasonably be 
expected to continue to do so The kind of caution that insists on stating 
every conclusion in the vaguest possible terms (except, iiossibly, the 
author’s own) is not in accordance with scientific principles. The function of 
a general law is to make predictions that can be tested, oven if at some un- 
predioted data in the future some of them may turn out to be wrong The 
more vaguely it is stated the less it fulfils this function. Even if the law 
should ever lead to wrong predictions its precise statement will have been 
the means of revealing the discrepancy and possibly leading to a better one, 
which would have to account also for all the previous verifications. It is 
usual to find some verbal concession to the “excluded middle” in scientific 
work, and this is quite undesirable so long as we regard mathematics as 
something to be used and not to be worshipped; it is incomparably better to 
be occasionally wrong than always vague. Once granted that inference from 
experience is ever [lossible, it is admittorl that pure deduction is not the 
whole of legitimate reasoning, and that the excluded middle is at most a 
complication to be treated in terms of probability and not a final objection. 
The procedure is then to state the additional postulates needed as economic- 
ally as possible. It turns out that traditional mathematics can be extended 
in scojH) so as to be applicable to the problems of induction, j ust as it has been 
extended to take accxiunt of the data that led to the quantum theory. The 
main result is not any great change from current statistical procedure, but 
rather that many {xistulates, introduced in the latter procedure as common- 
sense statements, but nevertheless apparently independent, can in fact be 
replaced by consequences of a very few primitive (Xistulatos and are there- 
fore closely related. 


SUMMAEV 

Testa are provided for the significance of an estimated departure from a 
uniform distribution of chance, and of the coefficients of new functions 
introduced into an empirical law designed to represent a series of measures, 
in each case where several degrees of freedom may be expected to arise 
together if one of them does. A test is also given for the independence of 
errors of observation when the means of groups of consecutive observations 
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are compared with the standard deviation of the entire set. Applications are 
made to the secular perturbations of the inner planets and to Pearson’s data 
for errors of observation. 
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A new basis for cosmology 

By P. A M DmAc, F.R S. 

fit John’tt CoUnge, Cambridge 

(Recetml 29 Decetniier 1937) 

1. Introduction 

The mcKlern study of cosmology is dominated hy Hubble's observations 
of a shift to the red ui the spectra of the spiral nebulae — the farthest parts 
of the universe — indicating that they are recedmg from us with velocities 
proportional to their distances from us. Those observations show us, in the 
first place, that all the matter m a iiartioular [lart of space has the same 
velocity (to a certain degree of acouraoy) and suggest a model of the 
universe in which there is a natural veloeUy fox’ the matter at any point, 
varying continuously from one pomt to a neighbouring point Referred to 
a four-dimensional space-time pictui'e, this natural velocity provides us 
with a preferred Ume-axis at each fioint, namely, the time-axis with respect 
to which the matter in the neighbourhood of the point is at rest. By 
measuring along this preferred time-axis we get an absolute measure of 
time, callwl the ejuKh. 

Such ideas of a preferred time-axis and absolute time de^iart very muc.h 
from the prmciples of both special and general relativity and lead one to 
expect that relativity will play only a subsidiary role in the subject of 
cosmology. This first pomt of view, which differs markedly from that of the 
early workers in this field, has been much emphasized recently by Milne. 

We now feel the need for some now assumptions on which to build up 
a theory of cosmology This need is partially satisfied by the assumptions, 
which Milne calls the Cosmological Principle, that, apart from local 
irregularities, the universe is everywhere uniform and has sphencal 
symmetry (in three dimensions) about every point, for an observer moving 
with the natural velocity at that point. The assumption of uniformity is 
to be taken in its most general form, in which it requires that an observer 
on another nebula would see all general natural phenomena (for example, 
the red-shift of other nebulae) the same as we do. The observational 
evidence in favour of these assumptions is rather meagre, smee only a small 
part of the universe is accessible to present-day telescopes, and this part 
shows quite large fluctuations from uniformity in the distribution of the 
spiral nebulae (Reynolds 1937). However, these assumptions are fairly 
[199] 
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plausible and have a great simplifying effect on the subject, and until 
there is more defimte evidence of their inadequacy it does not seem worth 
while to try more complicated schemes. 

h’urther assumptions are needed if we are to obtaui definite answers to 
the main problems that suggest themselves in a study of cosmology 
A possible further assumption is Milne’s Dimensional Hypothesis (Walker 
1936, p 121), which requires that there shall be no constants with dimen- 
sions appearing in cosmological theory. This assumption is open to criticism , 
as there is no definite reason why the constants of atomic theory should 
not appear in cosmology — in fact, one would rather expect them to, since 
one would expect a closer connexion between the atom and the cosmos to 
show itself with a deeper understanding of Nature. An alternative 
assumption, which is free from this criticism and is more far-reaching, will 
be given in the next section and forms the main theme of the present paper. 

2. THR FUNDAMKNTAL PRINClPr-K 

The recession of the spiral nebulae with velocities proportional to their 
distances from us requires, if we assume those velocities to be roughly 
constant, that at a certain time m the distant past all the matter in the 
universe wsw confined within a very small volume This time appears as 
a natural origin of time and provides us with a zero from which to measure 
the epoch of any event. Referred to this zero the present epoch, according 
to Hubble’s data, is about 2x10* years. 

Let us express this in terms of a unit of time fixed by the constants of 
atomic theory, say the unit e*/mc*. We then get the value 7 x 10** This 
turns out to bo of the same order of mi^itude as the ratio, y say, of the 
electnc to the gravitational force between an electron and a proton, 
namely, 2-3 x 10*®. If we had used another atomic unit of time in which 
to express the present epoch, we should have obtained a value differing 
from the above one by at most a few powers of ten, which would not have 
affected the agreement with y os to order of magnitude, when such large 
numbers as 10*® are concerned. The unit we chose, namely, c*/mc*, lies 
roughly in the geometric mean of all the units of time that we can construct 
simply from the atomic constants, namely (introducing also the proton 
mass M), 

_e* A 'L A L 

rw®’ Me?' rm?' Me?' me*' Me*' 
which are in the ratio 
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We might have compared the epoch with the ratio of the electric to the 
gravitational force between two electrons, or between two protons, instead 
of between one proton and one electron, which would have given us a 
number 1800 times larger or smaller than y respectively In any case, 
however, we see there is a close agreement between the present epoch, 
expressed in atomic units, and the ratio of the gravitational to the electric 
force between two elementary particles. Huch a coincidence we may 
presume is due to some deep connexion in Nature between cosmology and 
atomic theory. Thus wo may expect it to hold not only at the present 
epoch, but for all time, so that, for example, in the distant future when 
the epoch is 10“, we may expect y will then Ixs of the order 10“. We are 
thus led to the result that a quantity y, usually considered as a universal 
constant, must vary with the passage of great mtervals of time. 

A further study of cosmology leads to the appearance of other very 
large dimensionless numbers. These mimliers all turn out to be of the 
order lO®* or sometimes 10’**. From a natural extension of the foregoing 
ideas we should expect all those numliers of the order 10®® to increase 
proportionally to the epoch, and all those of tho order 10’" to mcrease 
proportionally to the square of the epoch We have here a new principle 
appearing, that all tho very large dimensionless numbers occurring in 
Nature are simple powers of the ejioch, with coefficients of the order 
unity. 

To get this principle m its most general form we should not make the 
assumption, which we made at the beginning of this section, that the 
velocity of recession of each spiral nebula is roughly constant. Without 
this assumption we can still talk about the epoch of an event, but we have 
no natural zero from u'hich to measure it, so that only the difference of 
two epochs can enter into laws of nature. We must now use Hubble’s 
constant, namely, tho coefficient of proportionality between the red-shift 
and the distance, as one of the quantities from which very largo dimension- 
less numbers are to lie constructed (to replace our previous use of tho 
present epoch as one of these numbers) and express our principle in the 
form • Any tuo of the very large dimensionless numbers occurring in Nature 
are connected by a stmple mat/iemattcal relation, in which the coefficients are 
of the order of magnitude umty If we can deduce from elementary con- 
siderations that some of those very large numbers vary with the epoch 
(as we shall find in the next section is the case), then they must all do so 
to preserve the mathematical relations between them. 

This very general formulation of the principle does not enable one to 
draw exact conclusions with certainty. If, for example, w’e have two 
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numbers a and b both of the order 10*®, we cannot with certainty conclude 
that 

a=JW), (1) 

whore A is a constant of onler unity. Owing to our numerical coincidences 
being inaccurate by a few powers of ten (on account mainly of the nn- 
(iertamty of which atomic units to use), we must allow k to differ from 
unity by a few powers of ten, and thus we may have instead of (1), for 
example, 

a = kf» log b, 

with a somowliat different k. Tii the present paper, for tlie sake of getting 
a definite theory, we shall ignore the possible occurrence of such logarithmic 
factors, or other similar factors that vary slowly with their arguments. We 
must then remember that the resulting theory will be valid only as a first 
approximation and may need amendment in the future by the insertion 
into the equations of functions that vary slowly with their arguments. 

Kssentially the same approximation is involved in the assumption, 
which is iraphed throughout this paper, that ftc/c® and Mjm are constants. 
Future developments may require these quantities to vary slowly with 
the epoch. 


. 1 , 'I'hK law ok KK(’E.SSI0N ok THE SPIRAL NKBULAB 

fjCt US take two neighbouring spiral nebulae and express the distance 
between them m terms of a unit of distance proviiied by the atomic 
constants, say the unit of time that we used m the preceding section 
multiplied by the velocity of light. The distance between the nebulae then 
becomes a dimensionless number, which will vary with the epoch in an 
unknown way, and wliich we call f{t). On account of our assumptions of 
uniformity and spherical symmetry m § !,/{/) must be the same for any 
two neighbouring nebulae, except for an arbitrary constant factor. The 
determination of the form of f(t), giving the law for the rate of recession 
of the spiral nebulae, is one of the mam problems of cosmology. 

Ijet us obtain Hubble’s constant, the red-shift per unit distance, in terms 
of /(() The time taken by light to travel from one of our neighbouring 
spiral nebulae to the other is, since we are using units which make the 
velocaty of light unity, just /(f). If we consider two waves of light starting 
out from one of the nebulae at times St apart, they will arrive at the other 
nebula at tunes 8t+f{t + St)-f(t) apart, owing to the different times of 
transit for the two waves. Thus light which is emitted with the period St 
will arrive with the period St+f{t+St)-f(t), and the red-shift, namely, the 
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change in period per unit period, is Sf{t)/St - so that Hubble’s constant 
IB f'[t)/f{t). From Hubble's data this has the value at the present epoch 
l-4x 

We now bring mto the argument the average density of matter p, which 
has a meanmg from our assumption of uniformity. We take as unit of mass 
the mass of the proton or neutron, and we assume that matter is conserved 
when expressed m this unit. From this assumption of conservation we can 
infer that, owing to neighbouring nebulae separating from one another 
according to the law f{t), the average density of matter will decrease 
accortling to the law 

pocfit)-^ (2) 

The observed value for the average density of luminous matter is about 
5x 10 *1 g. cm. ®, which becomes, m our present units, about 7 x 10“^. 
This value must be increased by a factor, which is very hard to estimate 
but is probably a few powers of ton, to get the total average density of all 
matter. Allowing for the inaccuracy caused by the uncertainty of which 
atomic units we ought to use, we see that the average density matter is of 
the same order of smallness as Hubble’s constant The reciprocals of these 
two quantities are two very large numliers, to which our fundamental 
principle is applicable, and which must therefore be connected like the 
a and h in equation (1). Thus 

where A: is a constant of the onler of magnitude unity, (kinibining this 
with (2), we get 

and hence / (t) cc{t+ a)*, 

a being a constant of integration. By suitably choosing the zero from which 
we measure t, we may make this constant vanish and we then have 

/(0xt‘. (3) 

This gives us the law for the rate of recession of the spiral nebulae. The 
velocities of recession are not constant, as we provisionally assumed at the 
beginning of § 2, but vary proportionally to f'{t) or t~*. However, with this 
law of recession we still have a natural origin of time, namely, the zero of 
the t in (3), when all the nebulae were extremely close together. From (3) 
we have 




( 4 ) 
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Bhowing that the prenent epoch is still of the order 10**, and is, in fact, just 
a third of the value we gave it at the beginning of § 2 on the assumption of 
constant velocities of recession. The now value, equal to abo\»t 7 x 10* years, 
IS rather small, being less than the age of the earth as usually calculated 
from data of radioactive decay, but this dues not cause an mconsistenoy, 
since a thorough application of our present ideas would require us to have 
the rate of radioactive decay varymg with the epoch and greater in the 
distant past than it is now 

Our deduction of (3) involves the assumption of conservation of mass 
when expressed in proton or neutron units, which means conservation of 
the number of protons and neutrons (apart from processes involving the 
transformation of the rest-energy of these particles to or from another 
form). There is no experimental justification for this assumption, since a 
spontaneous creation or anmhilation oi protons and neutrons suiliciently 
large to alter appreciably the law (3) would still bo much too small to be 
detected in the laboratory However, such a spontaneous creation or 
annihilation of matter is so difficult to fit in with our present theoretical 
ideas in physics as not to be worth considering, unless a definite need for 
it should appear, which has not happened so far, since we can build up a 
quite consistent theory of cosmology without it. 


4. The cuHVATUKK or space 

Take all the points in space-time for which the epoch has some given 
value t. They will he on a three-dimensional surface, which is everywhere 
orthogonal, in the sense of special relativity, to the natural time-axis. Wo 
call it the (-space Our assumptions of uniformity and spherical symmetry 
in § 1 require that the (-space shall be everywhere uniform and spherically 
symmetrical. It follows that the (-space must be a apace of conaiant 
curvature, the metric being provided by the atomic unit of distance that 
we had previously. (For a detailed study of this question, based on group 
theory, see Walker 1936.) 

The curvature may be either positive, zero or negative. If it is positive, 
the (-spaee is finite and is like the three-dimensional surface of a sphere in 
four dimensions. If it is zero or negative, the (-space is infinite and is flat 
or hyperbohe respectively. Which of these three cases holds cannot, from 
considerations of continuity, depend on the value of ( and must therefore 
be oharacteristio of space-time as a whole. To decide between these three 
oases forms another main problem of cosmology. 
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The case of positive curvature can easily be ruled out In this case the 
total mass of the universe is finite and, expressed m the proton or neutron 
unit, is a very large number. From our assumption of conservation of 
mass, this large number must be independent of the epoch. We thus got 
a contradiction with our fundamental principle, acconling to which all very 
large numbers occurring in Nature must vary with the epoch, since some 
of them, namely, the reciprocals of Hubble’s constant and of the average 
density, do. 

The case of negative curvature can bo ruled out in a similar but rather 
more complicated way. The total mass of the universe is not fimte in this 
case, but wo can work instead with the mass containeil at time t within 
a sphere of radius equal to the radius of curvature of t-s|iace If we take 
a different epoch tj, there will he a natural corre8|X)ndonce between pouits 
on the <|-8pace and [loints on the original t-spacc (corresponding points 
being on the same nebula) and any element ol distance in the /j-spacH) will 
equal the corresponding element of distance m the /-space multiplier! by 
/(<i)//(0. This factor being the same lor all the elements of distance, it 
follows that the rarlius of curvature of the tj-space must equal that of the 
/•space multiplied by tliis factor. The total mass contamed within a sphere 
of radius equal to the radius of curvature must now be the same for the 
/]-space as for the /-space. This mass, expressed in the proton or neutron 
unit, will again give us a constant number, which must bo very large, in 
order that the curvature of /-space may be sufficiently small not to be in 
disagreement with observation, and which therefore contradicts our 
fundamental principle. 

We are thus left with the case of zero curvature, or flat t-space, as the only 
one consistent with our fundamental principle ami with conservation of mass. 
It should bo remembered that the curvature we are here speaking about is 
the curvature of the three-dimensional space at one epoch and not the 
curvature of space-time as comes into general relativity. 


5. The motion of a free particle 

One other problem we shall concern ourselves with in this paper is the 
determination of the world-line of a particle that is moving freely under 
the action only of the gravitational field of the universe as a whole. We need 
something to replace Newton’s first law of motion. If the particle is started 
off with the natural velocity of the place where it is situated, then, from 
our assumption of the spherical symmetry of the universe about any point, 
the particle cannot have an acceleration in any direction and Newton’s law 
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must hold for it. If, however, it ie started off with a different velocity, 
then we cannot assert more than that its acceleration must lie in the plane 
in space-time containing its velocity vector and the natural velocity vector 
of the place. The magnitude of the acceleration may bo any function of the 
velocity of the particle relative to the natural velocity and of the epoch. 

8ince general relativity explains so well local gravitational phenomena, 
we should expect it to have some apiilicability to the universe as a whole. 
We cannot, however, expect it to apply with respect to the metric provided 
by the atomic constants, since with this motnc the “ gravitational constant ” 
IS not constant but vanes with the epoch. We have, in fact, from the dis- 
cussion at the beginning of § 2, the ratio of the gravitational force to the 
electric force between electron and proton varying m inverse proportion to 
the epoch, and since, with our atomic units of time, distance and mass, the 
electric force between electron and proton at a constant distance apart is 
constant, the gravitational force between them must be inversely pro- 
portional to the epoch Thus the gravitational constant will l>o inversely 
proportional to the epoch. 

l^et us try to set up a new system of iimts, whose ratios to the old units 
may vary with the e|)och, so that with respect to the new unit* the 
gravitational constant docs not vary with the epoch and general relativity 
may bo expected to apply. We must not take a new unit of mass whose 
ratio to the old one varies with the epoch, as we should then have the mass 
of a proton or neutron varymg with the epoch, and general relativity 
requires that the mass of an isolated particle slial) remam constant. We 
must therefore change our units of distance and time, and must change both 
in the same ratio m order to keep the velocity of light unity Since the 
dimensions of the gravitational constant are (distance)* (time) * (mass)"', 
w'e must take new units of distance and time equal to the old ones divided 
by the epoch, so that the new measure of a distance or time interval is 
equal to tho old one multiplied by the epoch, to make the gravitational 
constant independent of tho epoch. 

Wo may now reasonably assume that, with the metric provided by the 
new measures of distance and time, general relativity holds and free 
particles move along geodesics. We thus have two measures of distance and 
time that are of importance, one for atomic phenomena and the other for 
ordmary mechanical phenomena included under general relativity. This 
situation is the same as Milne has with his two measures of time t and r 
(Milne 1936, 1937a, 19376), but the ratio of the two measures is just the 
inverse m our theory from what it is in Milne’s. 
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It is of interest to discuss the curvature of space-time, referred lo the 
metric to which general relativity applies, and to determine to what stress- 
energy tensor it corresponds. This curvature is different, of course, from 
the curvature of {-space dealt with in § 4 Let us use stars to denote 
quantities measured m the new units, so that for an interval of time 


and thus 






( 5 ) 


giving us the connexion between the new and the original measure of the 
epoch. The distance between neighbouring spiral nebulae, expressed in the 
new units, will vary with the epoch according to the law 


/*(<) ={/{<)« 

and hence (6) 

We may now use Robertson’s formulae (Robertson 1933, equations 3'2), 
according to which the curvature of onr space-time must correspond to a 
uniform density p* and a uniform hydrostatic pressure p* given by 


where k is the constant of gravitation and the primes indicate differentia- 
tions with respect to t*. We are here taking Robertson’s k equal to zero, 
since our {-space is flat, and we are takmg the losiiiical constant A occurring 
in Einstem’s law of gravitation to be zero, since if it were not zero it would 
have to be very small not to be in disagreement with olisorvation and its 
reciprocal would then provide us with a very large constant number, in 
contradiction to our fundamental principle. 

Substituting (B) into (7), we get 


Kp* = 

Kl»* = 0 . 

From (2) and (3) we have 

poet *, 


(«) 

(0) 


which is in agreement with (8) when one rememliers the different units of 
distance used in the measurement of p and p*. This agreement should not 
bo regarded as a support for our present theory, however, since it is due 
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simply to the observed average density of matter being of the same order 
of magnitude as that to be expected from the curvature of space-time 
(assuming a radius of curvature of the order of the reciprocal of Hubble’s 
constant), which fact provides a satisfactory feature in every theory of 
cosmology. On the other hand the result (0) may be regarded as a support 
for our theory, since the average hydrostatic pressure in space, due mainly 
to radiation pressure, is extremely small coinparoil with the average 
density of matter, and so should be counted as zero in a first approximation. 


Summary 

It is proposed that all the very largo dimensionless numbers which can 
be oonstructeil from the important natural constants of cosmology and 
atomic theory are connected by simple mathematical relations involving 
coefficients of the order of magnitude unity. The mam consequences of this 
assumption are investigated and it is found that a satisfactory theory of 
cosmology can be built up from it 
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The scattering of cosmic ray particles in metal plates 

By P. M. S. Blaokktt, F.R.S. and J. G. WUiSON 


(Received 27 January 1938) 

1. ThB EXPKMMBVTAL, KBSIJLTS 

Using an ordinary cloud chamber, Anderson (1933) measiu^d the average 
angle of scattering of cosmic-ray particles of energy up to 3 x 10* e-volts in 
a lead plate of thickness l-I cm Williams (1936) pomted out that, in such 
experiments, the scattering is multiple, and that the observed values agreed 
with the theoretical predictions, assuming the particles to be electrons. 
Recently Neddermeycr and Anderson (1937) have made some new measure- 
ments using a counter-controlled cloud chamber and a 1 cm. platinum 
plate. No numerical results are given, but the observed scattering of 
particles of energy up to 5 x 10* e-volts, which appears to be the limit of 
the energy meeisurements, seems in rough agreement with the earlier 
results. 

Using the counter-controlled cloud chamber already described by 
Blackett (1936) and by Blackett and Brode (1936), the multiple scattering 
of cosmic-ray particles of energy up 9 x 10* e-volts in lead and copper 
plat^ has been measured. In order to make such measurements possible, 
it is necessary to reduce as far as possible the distortion of the tracks m 
the chamber. The techmque by which this can be achieved has been 
described by Blackett and Wilson (1937) in connexion with the measure- 
ment of the energy loss of rays m traversing metal plates. In fact, the 
photographs taken for the measurement ot the energy loss were, amongst 
others, found suitable for the measurement of the scattering. The angle 
of scattering was measured by moans of a goniometer eyepiece attached to 
a travelling microscope. The cross-wires were set tangentially to the track, 
h»t on one side and then on the other side of the plate. The mean of the 
two measured angles of deflexion, obtained from the two stereoscopic 
photographs, was taken as givmg the projection on the plane of the 
chamber of the actual angle of scattering. 

This measured deflexion of each track was corrected for three sources 
of error. The first is the random error of the angle measurements, due to 
random chamber distortions and setting errors An upper limit of 0'16° 
of arc for the probable error due to this cause was obtained by assuming 
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that the rays of high energy (Hp>3x 10’ gauss cm.) suffered no real 
scattering, so that all the observed scattering was taken as due to errors. 

The second is a small systematic deflexion due to chamber distortion, 
which amounted to about 0‘U4'' of arc. Both these are small compared 
with the measured mean angles of scattering, except for the highest 
energies. 

The third error is the systematic one due to the curvature C of the track 
in the fleld.* If the two angle settings be made at a distance d apart, the 
change of direction of the track between the two points due to the field 
is 01 = Cd. This error is additive or subtractive, according as the sign of the 
measured angle 6„ of scattering is in the opposite, or in the same, direction 
as the deflexion 0^ due to the curvature. For a 1 cm plate, d is about 
2 cm., but its exact value depends somewhat on the jiarticular observer’s 
method of setting the cross-wires. For any group of tracks of neighbouring 
energy, the value of 0i can be obtained directly from the measurements of 
the mean apparent scattering angle. It is simply given by the algebraic 
mean of the measured deflexions 0„ of all the tracks, these being taken as, 
say, positive, when and 6^ are of the same sign, and negative when they 
are of opposite sign Since the observed mean scattering is found to be 
nearly proportional to the curvature of the track (that is inversely pro- 
portional to the energy), it follows that the above correction is nearly the 
same freiotion of the mean scattering angle at all energies. Though this 
fraction is about 40% for the tracks traversing 1cm. Pb in 10,000 gauss, 
the uncertainty in the mean scattermg angle due to the uncertainty in the 
magnitude of the correction 0^ is quite small, certainly less than 5 % , since 
in about half of any group of tracks the correction is additive and in the 
other half must be subtracted. 

The results are given in Table I. The first column gives the range of 
energy of the group of tracks, calculated from ^ = .300 Up e- volts, that is, 
assuming their mass to be electronic. The value of Up for each track is 
taken as the mean of the values above and below the chamber. The second 
column gives the harmonic mean of the energies of the tracks m the group, 
followed by the corresponding mean values of Up, and then by the number 
of tracks. The fifth column gives the arithmetic mean angle O of the 
measured deflexions, corrected for the three sources of error. The last two 
columns give the theoretical value a, and the ratio of the observed to the 
theoretical value respectively. 

* Tina source of error can be avoided, m pnnciple, by the method of Simons and 
Ziiber'( 1937). However, this method is only easily applicable m jiractioe to the tracks 
of low energy. 
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Table I. Scattkbino of cosmic rays in metal plates 
B a 


Raiifte of E 


iTp 


degrees 

degrees 


10* o-volts 

lO'n-volts lO^gauss-cm 

No. 

of are 

of arc 

(i/a 

1 om. liMwl, 10,000 gauss: 






0 1&-046 

0 29 

0 097 

7 

2 96 ±0 65 

2 80 

1 06±0 24 

0-46-090 

0 69 

0197 

15 

1 40±0 22 

1 38 

102±016 

0 9O-135 

1 09 

0-30 

13 

0 96±0 15 

0 76 

1 28 ± 0 20 

1-.36-2 1 

1 71 

0 54 

19 

0.55±0 14 

0 48 

1 16±0 30 

21 -33 

2 54 

0 85 

15 

O.56±0 09 

0 32 

1-76 ±0-28 

3-3 go 

4 05 

1 65 

15 

0 31 ±0 00 

0 18 

1 72 ± 0 36 

>90 

— 


21 

0 16 

— 

— 

0-33 am. load, 3300 gauss: 






0 03-0 10 

0-07 

0 023 

8 

7 46± 1 9 

6 65 

1 14±029 

01 -0 4 

0 21 

0 070 

9 

1 77±0 60 

2 12 

0-84 ± 0 29 

0-4 -0-8 

0-56 

018 

9 

0 62 ± 0 10 

0 82 

0-76 ±0 12 

2 om. copper, 10,000 gauss: 






0-1 -I'O 

0 32 

on 

16 

218±031 

2 06 

1 08 ±0 15 

1 2 

1-26 

0 42 

10 

0 66±013 

0 53 

105 ± 0-25 

2 -4 

2-72 

0-91 

14 

0-48 ±0 09 

0 24 

2 00 ± 0-37 


2. (Comparison with theory 

Williams (1936, 1938) has shown that the theoretical value of the 
arithmetic mean projected angle a of scattering of a particle of mass M, 
and unit charge, and velocity v very nearly c, m a plate of thickness I, 
which contains N atoms, of atomic number Z, per cm *, is given approxi- 
mately by 

( 1 ) 

where (I and A® is the Oimpton wave-length. Smee 

Hp = Mc^^le, when 1, 

we have a = ^^-^log{2nmZ*‘^Ai), (2) 

Up 

and Williams points out that this expression does not depend on the mass 
of the particle. It is seen that the mean angle of scattering should be 
inversely proportional to the measured Hp of the rays. 

The values of a calculated from (2) are given in Table I. In the last 
ooluinn is given the ratio Oja of the observed to the calculated angle of 
scattering. Since these values are all of the order of unity, it can be 
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concluded that the theoretical expression (2) is roughly verified for both 
lead and copper. For lead, this rough verification extends over a range of 
Up of 60 to 1. The corresponding range of energies, assuming the mass of 
the particles to be electronic, is from 7 x 10'' to 4-6 x 10* e-volts. 

It can be seen from fig. 1, which shows the results graphically, that the 
agreement between theory and experiment is good for values of Tip up to 
about 6x10* gau88-cm., but that for higher energies the observed values 
are greater than those calculated. At these higher energies the energy 
measurements are least accurate, and so the possibility of some unexpected 
source of error is greatest. One might therefore reasonably look for the 
discrepancy m the systematic errors in the measured energies due to the 
random errors of measurement. But the discussion of § 6*2 of the paper 
by Blackett and Wilson (1937) suggests this effect is too small, and 
probably also of the wrong sign. 



Ftu. 1. iScatteruig m motsl plates oxprossod os a fraction of the thoorotioal value. 

O measurementB in 1 cm. load; (D m 0*33 cm. lead; •m2 cm. copper. 

Some part of the discrepancy may be attributed to a possible inaccuracy 
of the theoretical formulae. Various approximations are made in its 
derivation, and a more exact treatment may alter the form of (1) appre- 
ciably. More detailed calculations have been made by Williams (1938) 
which show that, if the non-gaussian part of the scattering is taken into 
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aooount, and if the shielding of the atomic electrons is allowed for by the 
use of a Fermi-Thomas atomic field, the theoretical values are increased 
by about 20 % . This correction seems too large at the lower energies and 
not large enough at the higher energies, in order to bring agreement 
between theory and experiment. 

It is not thus possible to say with any certainty whether the apparent 
excess of the observed scattering of the rays of high energy over that 
predicted is real or not. Further experiments with a 2 cm. gold plate are 
in progress to test this. If it proves to be real it is possible that it is 
associated with the process of energy loss shown by Wilson (1938) to be of 
particular importance for energies of the order of 10* e-volts. 

Fig. 2 shoivs the distribution of the measured angles of scattering in a 
1 cm. lead plate of all rays with //p < 3 x 10* gauss-cm. In view of (2), it is 
the distribution of the pnxliict 0 x lift, and not that of 0 alone, which is 
plotted. The distribution is approximately Gaussian as would be expected. 



Fio. 2. Diatnbution of oorructed deHexiona of all tniolts with 3 X 10* gaum-om. 
The abeciaaae aro not the corrected dodoxiona, but the products of the deflexion by 
the energy of the partioles. 


3, Discussion 

Williams (1938) has pointed out that if the high penetration of the 
majority of the cosmic rays is explained by the assumption made by 
Neddermeyer and Anderson (1937) that the particles are heavier than 
electrons, one would still expect the normal scattering given by (2). Thus 
the fact that nearly the theoretical scattering is observed gives support for 
the view that it is by their greater rest mass that the penetrating rays are 
distinguished from radiating electrons. Williams further gives an argument 
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based on the method of impact parameters, which leads to the view that 
any other way of reducing the radiation loss will also reduce the scattering 
and so bring disagreement with experiment. If this argument is valid it 
becomes certain that the mass of the penetrating rays must be greater than 
that of electrons. 

It is interesting to note that the scattering of the rays shows no noticeable 
change at an energy of about 2x10* o- volts, although it has been shown 
by Blackett and Wilson (1937), and by Blackett (1938), that the mean 
energy loss of the rays changes very rapidly at about this energy. The 
particles whose scattering has lieon measured in the present work ore 
almost all of the penetratmg group, since the number of energetic electrons 
at sea-level is very small (Blackett 1938) 

Since Blackett and Wilson (1937) and Blackett (1938) have shown that 
the penetrating rays become electronic in character, when their energy 
falls below about 2x10* e-volts, it follows that the explanation of the 
remarkable change of property in this energy region must bo sought, on 
this view, in a change of rest mass. But since it does not seem likely that 
the present quantum theory is adequate to describe this supposed change 
of rest mass, it will probably prove necessary to introduce some new 
physical principle to explain it, and this new principle may possibly 
invalidate the argument, which is based on existmg theory, that a normal 
scattering and on abnormal radiation loss (sen only be explained by means 
of a heavy particle. Until therefore an adequate explanation of the change 
of radiative property has been found, it would be perhaps premature to 
(Hinclude with certainty that the difference between the penetrating and 
the absorbable rays can only bo explained by a difference in rest mass, 
though this explanation seems at present to be the most plausible. 

We wish to express our appreciation of the work of Mr A. H. Cliapman, 
who took all the photographs. This work was carried out at Birkbeck 
(College, London. 


SUUMABY 

1. Measurements have been made of the multiple scattering of cosmic 
rays m the following metal plates: 0’33 cm lead, l-O cm. lead, 2*0 cm. 
copper. The range of values of Hp of the tracks extended from 10* to 
3 X 10’ gauss-cm., corresponding to electron energies of 3 x 10’ to 
9x10® e-volts. 

2. The observed average angle O of the multiple scattering is found to 
be nearly mversely proportional to the measured values of Hp, and to be 
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in fairly close agreement with the prediction of theory for rays of any mass, 
but with velocity nearly equal to c. 

At high energies the observed values are somewhat higher than expected. 
This discrepancy, which may be partly due to experimental error, will be 
further investigated. 

3. This result, that the scattering of the penetrating component is 
normal, while the radiation loss is much less than that expected for 
electrons, gives support for a heavier rest mass fur the rays. But this 
conclusion is not quite certam 
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On the motion of a fluid heated from below 


By R. J. Schmidt and O. A. Saundbrs 
Imperial College of Science and Technology 

{Communicated by S. Chapman, FR8. — Received 11 November 1937 ) 
fPlATBS 1, 2] 

Tntboddctiok 

In some previous experiments (Schmidt and Milverton 1935) a layer of 
-water between two horizontal plates was slowly heated from below The 
critical temperature difference at which the water began to move was found 
from a change m the slope of the curve relating the difference of temperature 
between the plates and the rate of supply of heat to the lower plate. An 
optical refraction (Saunders and Fishenden 1935) method was also used for 
finding the critical condition, and the results found by the two methods 
agreed and conformed to a theoretical formula of Jeffreys (1928) within the 
hmits of experimental error. 

The present experiments were undertaken to find whether any change 
in the type of motion occurs at higher temperature differences, and also 
to study further the vertical and horizontal temperature gradients in 
the moving fluid using the o[itioal method. It was also thought of interest 
to perform experiments with air instead of water. An improved apparatus 
was used, in which the downward heat loss from the lower plate could be 
measured, so that the actual heat transfer between the plates could be 
found. 


Dkscbiption of apparatus 

The apparatus consisted essentially of two square brass plates supported 
horizontally one above the other. The plates were supported separately by 
gloss rods, glass being used as it has approximately the same thermal con- 
ductivity as water. The bottom plate was heated electrically whilst the top 
plate was cooled by water flow. The temperatures of the opposing surfaces 
of the plates were measured by embedded thermocouples. 

The bottom plate A (see fig. 1) measured 9 x 9 x gin., and bad a thermo- 
couple (not shown in figure) embedded in a deep groove cut along its under 
surfaoe, the junction being situated just below its upper surface and approxi- 
mately at the centre of the square face. The plate was held by five fibre 
[216] 
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screws to an ebonite slab B, f in. thick, with a heating coil of resistance tape 
sandwiched between. Thin sheets of mica were used to insulate the heating 
coil on either side, and these were allowed to project about J in. all round 
the edge of the plate. By dipping the projecting edges in molten paraffin 
wax and afterwards scraping away the excess wax flush with the upper 
surface, the plate was thermally insulated at the edges and at the same time 



Fro. 1. Apparatus 


made watertight. Pairs of embedded themiuoouplos gave the tem|>cratures 
of the two surfaces of the ebonite at three positions (not shown in the 
flgure) from which the mean rate of conduction of heat through the ebonite 
could be estimated with sufficient accuracy. The whole was supported on 
three glass rods flxed to a wood base. All electrical leads iiassed through 
plugs on the underside of the ebonite and through watertight rubber tubing. 

The top plate C measured 12 x 12 x lin. and had an embedded thermo- 
couple similar to that in the bottom plate at its centre, and a copper cooling 




218 


R. J. Schmidt and 0. A. Saunders 


coil D Boldered to its upper surface. Brass bars, E and F, of inverted U 
section, were also attached by screws <8 to its upper surface, and projected a 
short distance beyond the edges of the plate, at the positions Q, H and I. 
The plate was supported by three vortical screws passing downwards 
through threaded holes in the bars at (7, H and 7, with their tips resting on 
three brass caps fitted over glass rods fixed to the wood base. The height and 
level of the plate could thus bo adjusted by the screws. 

Both plates had flat surfaces, finished by scraping and testing on a surface 
plate, and their distance apart when in contact varied from point to point 
by less than O-Ol cm. 

The whole apparatus stood in a tank with vertical glass sides. In the 
expenments with water the tank was filled to a level just above the under 
surfaiw of the top plate. 

Expebimentai. pbockdubb 

In an experiment, after levelling the bottom plate by adjusting three 
screw-jacks supporting the tank, three conical distance pieces of height 
equal to the required distance between the plates were placed on the 
bottom plate The top plate was then lowered, by means of its supporting 
screws, until it just rested on the distance pieces. After noting the positions 
of the adjusting screw heads, the top plate was raised by turning them 
slightly, so that the distance pieces could bo removed, and the plate was 
returned to its previous position At the beginning of an experiment the 
water in the cooling coil attached to the top plate was at the same tempera- 
ture as the fluid in the tank. The heating current was switched on and, 
after waiting 46 min., which was found to be long enough for the flow of 
heat to become steady, temfierature readings were taken. The current was 
then given its next value and the proceedings repeated. The results of four 
experiments are given in Table I, in which d is the distance between the 
plates, C is the measured current, 0^ and are the temperatures of the 
surfaces of the top and bottom plates respectively, and 6^^ and (9,^ are the 
mean temperatures of the upper and lower surfaces of the ebonite. The 
resistance of the heating coil was 38-0 ohms, and was constant within \ % 
over the range of temperatures used; thus the total heat supphed in unit 
time to the lower plate was proportional to C*. 

Discussion of results 

The results from Table I are plotted in fig. 2, the co-ordinates being the 
square of the heating current and the temperature difierence between the 
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Table I 

C (amp ) 0^° C. 0." (\ 0^° C. 0^’’ C. 

d = 1-1 cm. 

0 40 19 05 18 4 19-8 18 7 

0-60 19 « 18-7 20 6 18-6 

0 605 20 1 18 9 21-4 18-6 

0-726 20-6 190 22 5 18-6 

0 81 2105 19 1 23 4 18-0 

0- 91 2165 19-35 24 6 18-7 

103 22 4 19 65 26 0 18-9 

1- 176 23-6 20 3 28 1 19 2 

1 416 26 4 21 16 31 86 19-8 

1-71 28-0 22 4 37 5 20-6 

d= 1-0 cm. 

0 40 17 9 17 2 18 8 17-7 

0-65 18 05 17 76 20 1 17 6 

0 71 19 95 18 6 22 0 17 9 

0 82 20-66 18 86 23-3 17-9 

0 95 21-46 19-1 26 0 18 1 

Ml 22-56 19-6 27 1 18 4 

1 28 23-9 20-2 20 7 18 8 

1 47 26-6 ' 21 16 32 8 19-3 

1 70 27-7 22 2 37 3 20 1 

d = 0 9 cm. 

0 40 17 0 16 56 17 6 15-8 

0 66 18 0 17-2 19 0 16 0 

0-77 19-6 18 1 21-7 16 4 

0- 97 21 0 18 7 24 6 17 0 

1- 21 23-06 19 66 28 2 17 6 

1-41 24 6 20 3 31 4 18-3 

1 66 26 85 21 4 36-8 19-1 

1-02 20-3 22 66 41 0 10 9 

2 17 32 1 23 9 46-5 21-0 

d = 0 8 cm. 

0-40 16 86 16-2 17 8 16-7 

0-61 18-1 17-0 20-1 16-9‘ 

0- 82 19-6 17 8 22-9 17 2 

1- 02 21 16 18 6 26 7 17-7 

1-17 22-4 19-06 28 2 18-0 

1-39 24-2 19 96 31-4 18 5 

1-57 26-9 20-7 34-7 19 0 

1- 88 20-06 22 4 40-5 19-9 

2- 236 33-3 24-66 48-7 21-2 
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Fin. 2. Expenmontal reaiilto for water, showing oritioal temperature differenoos. 

NoU, The zero of the C* scale has boon displaced upwards by respectively 0*fi, 
1-8, 2-0, 2-8 and S-O umte for d = 0-8, 0-8, 0 9, 1-0 and M cm. 



221 


On the, motion of a fluid heated from below 

plates. It will be seen that each curve has a change in slope at a critical 
temperature diiferenoe, which decreases when the distance apart is in- 
creased. No allowance has been made in 6g. 2 for the heat which passes 
downwards through the ebonite, which amounted to about one-sixth of the 
total heat supplied to the bottom plate, for the purpose of detecting 
changes in the slope of the curve relating the heat transfer and the tempera- 
ture difference between the plates, it was found unnecessary to correct for 
the ebonite loss. Table II shows the values of A = 0 Lgc{d^- 6 ^d*lkv (Jeffreys 
1928) corresponding to each of the critical temperature differences. In this 
expression g is the acceleration due to gravity ,ot,c,v and k are respectively 
the expansion coefficient, the specific heat per unit volume, the kinematic 
viscosity and the thermal conductivity of the water, taken at the mean of 
the temperatures of the two plates. 


d 

1 1 

Table II 

10 09 

08 

0 6 

04 


21-76 

22 7 

24 0 

24 16 

18 36 

19-8 


19 36 

19-6 

200 

19 96 

17 1 

17 7 

A 

46,000 

47,000 

47,000 

36,000 

18(K) 

1700 


The results for d » 0-8, 0*9, 1-0 emd 1*1 cm. appear to indicate a change 
in the type of motion at a critical value of A equal to about 45,000. The use 
of the optical nfethod, which will be described later, confirms this, and 
shows that the steady cellular motion, which occurs at lower values of A, 
breaks down at about A = 45,000 and turbulent motion begins, in which 
the water temperatures fluctuate with time 
The first appearance of cellular motion, which was the subject of investi- 
gation in a previous paper (Schmidt and Milverton 1935), occurs at tempera- 
tures below the smallest experimental values in Table I. For d = 0-4 and 
0-5 cm., however, the change of slope is clearly shown in fig 2, the corre- 
sponding ontical values of A being 1800 and 1700 respectively (see Table II). 
This agrees with the results in a previous paper It is to be noted that the 
change of slope at 1700 is sharper than that at A = 46,000. It was thought 
unnecessary to give detailed results for d = 0*4 and 0*5 cm. in Table I, since 
these experiments are repetitions of those already given m the paper 
referred to. 

Itesidts for heat-transfer unth unter 

The mean rate of heat loss through the ebonite beneath the bottom plate 
was calculated for each experiment, assuming a value 0-00042 cal./om. ®C. 
sec. for the conductivity of the ebonite, and subtracted from the total energy 
supplied. Thus H, the rate of heat transfer per unit time per unit surface 
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area of the bottom plate was found, neglecting edge losses from it. The 
results obtained are given in fig. 3, in which the dimensionless oo-ordinate 
\Hdlk(0^~0i) IS shown plotted against A. It was thought desirable to plot 
the product of A and //d/it(0i— 0,) against A, rather than Hdjk(d^-0^ 
against A, since the product does not involve and gives a better 

grouping of the experimental results, because the accuracy in measurement 
of 6x—d^ is less than that of H. and d. 

The results for different values of d fall reasonably well on one curve, 
although there is a slight spread at higher values. The change of slope at 
A = 46,000 is, however, not so well shown up as when the points for each 
value of d are plotted separately. 


Optical method 

Light from a carbon arc, placed 13 m. away from the centre of the fluid 
layer, in a direction parallel to one of the sides of the plates and in the same 
horizontal plane as the layer, {lassod through the fluid and was intercepted 
by a screen some distance away on the opposite side. Negative photographs 
of the image so formed were taken by placing specially sensitive negative 
cards over the screen and exposing for about 2 sec 

Since the refractive index of the fluid decreases with increase of tempera- 
ture, the light is bent upwards in passing through the layer. Let x, y, t, 
denote distances measured parallel to the horizontal sides of the square 
plates bounding the layer and perpendicular to them, respectively. All rays 
from the source, which pass through the layer, may bo regarded as entering 
in the direction of the x-axis. If the angular deviation is everywhere small, 
the small angle made with the xy plane by a ray on leaving the layer is 
approximately proportional to the mean z-gradient of refractive index 
taken along its path. This angle may be found from the vertical displace- 
ment of the image from its position when the temperature of the layer is 
umform. Similarly, the displacement of the image parallel to y is approxi- 
mately proportional to the mean y-gradient of refractive index taken along 
the path of the ray I\irther, assuming the refr^tive index to vary linearly 
with temperature, as was approximately true in the present experiments, 
these displacements measure the corresponding mean gradients of tem- 
perature. 

A number of negative photographs are shown in figs. 4 and 6, the appro- 
priate values of d, 0^-0^, A, and I, the distance between the arc and the 
apparatus, being given. The shaded lines at the edges of the photographs 
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show the positioiu of the imagea formed by the light when the temperatore 
is uniform. 

ReauUs for uxUer by the optical method 

The negative photographs for water are shown in fig. 4, Plate 1. 

Photograph (a). By means of a screen containing three horizontal slits 
placed between the arc and the apparatus, light was admitted only within 
small distances of the top surface, the mid-plane, and the bottom surface, of 
the layer, respectively. When the given temperature difference was applied, 
the photograph shows that the light passing through the middle sht is 
practically undefiected vertically, except near the edges, while the light from 
both the top and the bottom slits is deflected upwards, the deflexion varying 
periodically with distance across the width of the photograph. The maxima 
of vertical deflexion of the hght from the bottom slit occur immediately 
above the minima of vertical deflexion of the light from the top slit; these 
positions indicate where the cooled liquid is descending. The image formed 
by the light from the top slit lacks some of the rays which entered the layer 
close to the top surface, which are either absorbed or reflected by the surface; 
this accounts for the average deflexion of the light from the top slit being 
apparently less than that of the light firom the bottom sht. 

The absence of vertical deflexion of all rays passing near the mid-plane 
shows that the vertical temperature gradients are negligible everjnvhere on 
this plane. The transfer of heat across this plane must therefore be practically 
all by convection. 

Photographs (6) and (c). When obtaining these photographs light was 
admitted to the whole gap between the plates. The image when the layer 
was at a uniform temperature thus consisted of a wide band, whose position 
is shown at the side. The characteristic features are the bright vertical 
patches, which are more marked in (6) than in (c) owing to the greater distance 
between the layer and the screen and the corresjMjndingly sharper focussing. 
They occur at the same positions as the maxima of the vertical deflexion of 
the light passing close to the bottom surface, which forms the second wavy 
line from the top. This is to be expected since the light is deflected hori- 
zontally towards the positions where the cooler fluid is descending. There 
are no vertical patches in photograph (a) because the temperature ^adients 
are smaller than in (6) or (c), despite the larger value of A. 

In (a) there are eleven cells, and in (6) and (c) twenty-two cells, within a 
horizontal length of 22-9 cm.; hence the horizontal lengths of the sides of 
the cells are 21 and 1*0 cm., respectively, i.e. approximately twice the 
distance between the plates. It was generally found that when the cellular 
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Bootioa waa well nrteMtfhrii the width of a oeU waa about 2d. Acoording to 
the theory, if the odm^exe square their aides are of length 2-8d when the 
motion first begins. Theoretically, however, it is possible for smaller cells to 
fonn aH the motion develops, although acoording to Rayleigh (1916) the 
cells first formed have the beat chance of predominating. Alternatively the 
discrepancy woxdd be explained if square cells formed with their sides 
parallel to the diagonals of the plates. 

In^|6) and (c), ui^e (a), the bottom parts of the images, which correspond 
to rl^ passing near the mid-plane, show considerable vertical deflexion, 
proving that there are considerable vertical temperature gradients across 
the mid-plane. Since the value of A in (b) and (c) is lower than that in (a), it 
appears that as the motion develops with increasing A, the vertical tem- 
perature gradients across the mid-plane decrease, and therefore less con- 
duction takes place across the mid-plane. This is well shown, although it 
was not appreciated at the time, in fig. 4, photographs (c), (d), (e) of the 
previous paper to which reference has already been made. These photo- 
graphs were obtained with circular plates, and the vertical deflexion thus 
varies fixim a maximum at the middle of the photographs to zero at the edges 
on account of the varying length of path within the layer; but it will be seen 
that the bottom of the image in (c) is straighter than that in (d) which is in 
turn straighter than that in (c); the corresponding values of A increased in 
the order (c), (d), (e). 

Photographs (d) and (e). These photographs were taken when the fluid 
was in turbulent movement, with an exposure of 1 see. In the left half of each 
photograph the light entering the layer was limited to eleven vertical slits 
0-2 cm. wide and 1-0 cm. apart. In the right half of each photograph no 
vertical slits were used and the vortical lines in the image are due to 
refraction in the fluid. Further, in (d) the light entering the layer was 
restricted to the lower half of the gap between the plates, the light entering 
bhe upper half being out ofT by a screen. In each case the image formed when 
the fluid temperature was uniform thus consisted of a broad horizontal 
band, whose position is shown at the right of each photograph, the band 
being interrupted by the vertical slits in the left half of each photograph 
uid appearing as a series of short vertical lines. Disregarding the turbulent 
change between the two exposures, (e) thus consistB of (d) together with the 
image formed by the light entering the upper half of the gap, some of which is 
reflected from the top plate and can be seen faintly at the bottom of (e). As 
before the bottom parts of the images are formed by light entering near the 
mid-plane, and these show that the vertical temperature gradients are 
practically negligible on this plane except near the edges, ^m the left 
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halves of the photographs it is seen that the horizontal displaoements, which 
are proportional to the horizontal temperature gradients, are small at the 
top and the bottom, which correspond to rays passing respectively near the 
plates and near the mid-plane, but are larger at intermediate positions. 
When the image was observed on a screen it was seen that the tops and 
bottoms of the vortical lines in the left half of each photograph remained 
practically stationary while the intermediate parts continually moved from 
side to side. A typical bow-like shape of line is seen just to the left of the 
middle of each photograph. The periodic time of the fluctuations could not 
be said to bo at all dehnite, but was of the order of one second. 

The appearance of vertical lines in the right halves of (d) and (e) is due to 
focusing of light by horizontal deflexion towards descending columns of 
cooled water. These bnes continually shifted about. Their general bow-like 
shape can be explained in a similar manner to the lines in the left halves of 
the photographs. 

Hesults for air by optical method 

The rate of change of refractive index with temjierature is smaller for 
air than for water, but by increasing the distance lietween the apparatus 
and the screen, it was found that the optical method could be used satis- 
factorily. The experiments were carried out with the same apparatus and 
expenmental arrangements as for water, but it was found necessary to 
enclose the gap between the plates by vertical glass walls in order to get any 
image at all, presumably because air in cellular motion is more sensitive than 
water to disturbances outside the layer. 

Fig. 6, Plate 2 shows the image obtained for four different conditions. In 
every case the apparatus was 13m. from the arc, and the image 17 m, from 
the apparatus. The temperature of the top plate was about 21° C., and 
the exjxisure times were all about 1*6 sec. 

In (tt), (6) and (d) the light entering the layer was restricted to within 
0*3 cm. of the bottom plate. In (c) the light was admitted over the whole gap 
between the plates. The images formed when the air was at a uniform 
temperature thus consisted of straight horizontal bands, at positions 
indicated at the sides of the photographs. 

Photograph (a). Cellular motion is clearly indicated, there being eleven 
cells, the same number as for water with the same distance apart of the 
plates. 

Photograph (6). Cellular motion is again indicated, but the image was 
observed to change slightly with time. The number of cells remained the 
same, but whereas in the photograph the wavy line is better defined in the 
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right-hand side of the picture, after half a minute or so the left-hand side 
would probably show better definition. It was not possible to observe a 
definite time period in the movement of the image. 

Photograph (c). This was taken for conditions similar to those of (6), and 
shows similar features to fig. 4 for water. 

Photograph (d). When this was taken the motion had become turbulent 
and the image was moving about all the time, it will be seen to have moved 
during the 1*5 sec. exposure. The vertical deflexion showed a general 
tendency to vary periodically across the horizontal width of the photograph 
but the “wave-length" was rather greater than for the earlier stages of the 
cellular motion, in which there would be five or six complete cells for this 
value of d. 

A large number of photographs similar to figs. 4 and 6 were taken for 
different conditions and the following conclusions were drawn. 

For low values of A the appearance of the image with air was similar to 
that with water at the same value of A. With air, os with water, the image 
first showed cellular motion when A was just under 2000. 

With air the image showed first signs of unsteadiness at about A = 6000, 
the movement becoming more marked as A mcreased; the number of cells 
remained the same but they showed a tendency to shift in position. With 
water, on the other hand, the image was fairly steady until A equalled about 
45,000 when turbulence set in more or less suddenly. With air the turbulent 
movement developed more gradually, and at A = 45,000 the amount of 
turbulence was very roughly the same as with water shortly after turbulence 
first appeared. 

The first appearance of cellular motion in air when A equals about 2000 
is, of course, in agreement with the theory. 

The experimental result that turbulence develops at about the same value 
of A (45,000) for both air and water is of interest. Although this condition 
has not been studied mathematically, an examination of the equations of 
motion of the fluid, which must involve the inertia terms, indicates that the 
critical conditions should depend upon both A and kjev. 

Since the values of kjev appropriate to the experiments were approxi- 
mately 1'3 for air and 0-14 for water, the above result appears to indicate 
that the amount of turbulence depends mainly on A. 

Attempts to detect changes of motion of the air by plotting the heat 
supplied to the lower plate agednst the temperature difference between the 
plates were less satisfactory than for water, the change of slope being more 
difficult to locate. 
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SUMMABY 

If a horizontal layer of fluid, initially at rest, is heated from below, 
instability and cellular motion set in when A (= aigc(di~02)d^/kv) is about 
1700 Experiments for several layer depths show that on further heating 
the layer becomes completely turbulent at about A = 46,000, Observations 
by an optical method indicate that in the ease of water the turbulence 
develops suddenly, but that in air the transition is more gradual, the first 
signs of turbulence occurring at about A = 6000. The rate of heat transfer 
is measured at each stage, and the increase at the change from cellular to 
turbulent motion is found to be less than that at the change from equilibrium 
to cellular motion. 

In the cellular motion the length of the horizontal side of a cell is found to 
be twice the layer depth. The vertical temperature gradients at positions 
on the plane midway between the boundary surfaces decrease progressively 
to negligible values as the motion develops with increasing A 

In the turbulent motion the fluctuating vertical temperature gradients 
are very small on the mid-plane. The horizontal gradients are very small 
on the mid-plane, but have maxima at positions between the mid-plane 
and either boundary surface. 
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Identification and measurement of helium formed in 
beryllium by y-rays* 

By E. GlI/ckauf and F. A. Panbth 
(Communtcated by J. C. Philip, FR S — Received 17 December 1937) 

For reasons explained elsewhere (Paneth 1937) helium is at present the 
only product of artificial disintegration which can be separated in bulk by 
chemical methods. Some time ago helium artificially produced by liombard- 
ment of boron with slow neutrons was spectroscopically identified and 
measured by a manometric device (Paneth, Glilckauf and Loloit 1936). 
This reaction 

'SB + Jn->iLi + JHe (1) 

had been investigated before by physical methods (Chadwick and Goldhaber 
1935a, b\ Taylor and Goldhaber 1935; Amaldi and others 1935). The fact 
of the production of helium was already known and chemistry could merely 
contribute to its quantitative study. There are, however, other processes of 
artificial disintegration where at present only mioroohemical methods seem 
capable of deciding between different possibilities. 

Since the discovery of the “nuclear photo-effect” by Chadwick and 
Goldhaber, it is known that y-rays produce neutrons from deuterium and 
beryllium (Chadwick and Goldhaber 1934, *935®: Szilard and Chalmers 
1934), in this case the formation either of *Be or of *Ue is to be expected 
according to the equation 

JBe-f A»'->JBe+J» (2) 

or 5Be-j-A»'^2|He-t-Jn (3) 

Each reaction is equally possible, although Chadwick and Goldhaber give 
reasons why reaction (2) is probably the main one. Now if reaction (3) 
occurs to any considerable extent, then it should be possible to detect the 
helium by gas-analytical methods, while in the case of formation of a stable, 
or slowly disintegrating, *Be, no helium should bo found. 

Owing to the minute quantity of helium to be expected even after 
irradiation with strong y-ray sources, it is essential to absorb as much as 
possible of the y-radiation in beryllium atoms; on the other hand, the larger 

• “Hehum Researches XIV.” Roforonces to the previous numbers are given in 
“Helium Researches XIII” (Paneth, Qliiokauf and Lolnit 1936). 
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the amount of irradiated material, the more difficult becomes the chemical 
separation of the helium. For these reasons the ideal arrangement is a 
radioactive source, as small as possible, and surrounded by a sphere of 
metallic iKJryllium. It is true that the collection of the helium from the metal 
is more difficult than from a soluble beryllium salt; but a simple calculation 
shows that in order to disintegrate the same number of beryllium atoms in a 
dissolved beryllium salt, one would have to deal with impracticable 
quantities of solution. On the other hand, in the case of the irradiation of a 
dry salt, with subsequent solution, the complete exclusion of air would be 
difficult. It was decided, therefore, to irradiate metallic beryllium, and to 
develop a method for the quantitative recovery of the helium formed. 


ApFARATOS and KXPEEIMEllTAL PEOCEDUIIE 

Analyses, to lie described later, showed that commercial beryllium does 
not contain any detectable traces of helitun; certainly less than 10 “^®c.c./g. 
beryllium. It could, therefore, be used for experiments without re-melting 
in vacuo. As all metals are perfectly helium-tight, it is unnecessary to 
enclose the beryllium in an evacuated vessel during the irradiation; on the 
other hand, the only possible way of collecting the hehum after the irradia- 
tion is to dissolve the metal. The considerable volume of hydrogen evolved 
in this operation causes the only serious difficulty in the whole experiment. 
The methods used hitherto for the separation of small quantities of helium 
from a large amount of hydrogen were either the absorption of hydrogen by 
calcium, or the diffusion of the gas through heated palladium (“Hehum 
Researches, 1 ”, fig. 1, p 358 and fig. 2, p. 360, Paneth and Peters 1928 ). To 
be efficient the latter method needs a very large palladium siiiral, which was 
not at our disfiosal, while the calcium method depends largely on the presence 
of traces of other metals in the surface of the calcium and seldom works 
satisfactorily after the absorption of a few litres of hydrogen. Therefore in 
the present experiment the hydrogen was burned with oxygen, the mixture 
being ignited by a heated wire. In this way it is possible to remove up to 
20 1 . of hydrogen in about an hour; the last traces of the gas are best burned 
in the palladium furnace already described (“Hehum Researches, XIH”, 
fig. 1 , p. 416, Paneth, Gltickauf and Loleit 1936 ). 

Since a reliable method for the separation of minute quantities of helium 
from many litres of hydrogen is not only essential for our present experiment, 
but may be useful in similar cases, it seems advisable to give an accurate 
description of the procedure, with a few words about the preparation of the 
air-free acid and the dissolution of the beryllium. 
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The apparatus (fig. 1) consists mainly of a storage vessel for the acid A, 
from which the liquid can he siphoned into the flask B, containing the 
beryllium metal. A lump of beryllium which has not been irradiated and is 
to be used for the blank test, lies on the bottom of the flask, while the 
irradiated piece, fixed with cop|jer wire to a small iron rod, is held by means 
of the magnet C in the neck of the flask. 



The storage bulb A is filled with 20 % sulphuric acid which, though forming 
a less soluble beryllium salt, is preferable to nitnc acid because it avoids the 
attack on the mercury of the manometers by nitrous fumes. It is also 
superior to hydrochloric acid on account of its lower volatility. The sulphuric 
acid is electrolysed for 2 hr. under about 20 mm. Hg, it is then completely 
free from air which would otherwise introduce contaminating helium and 
neon. After this purification the cooled trap D, in which a few c.c. of water 
have been condensed, is warmed up, and the waterfreed from occluded gases 
by boiling under reduced pressure. The water is then frozen out again and 
the charcoal tubes F and I freshly activated by heating. Sufficient oxygen 
for the combustion of the hydrogen is electrolytioally prepared and purified, 
as described in the previous publications, and stored in the charcoal tube I 
connected with the manometer. 
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The stopcock a is now closed and the acid siphoned into the flask B under 
the pressure of the electrolytic gas. As the dissolution of the beryllium 
produces considerable heat, it is neoessaty to surround the flask B with 
water, occasionally cooled by the addition of ice. The hydrogen evolved is 
dried in the trap D (cooled by liquid air), and stored in the charcoal tube F 
(likewise immersed in liquid air). A manometer E allows the hydrogen 
pressure to be road, and at the same time constitutes a safety valve through 
which the hydrogen escapes if the pressure exceeds 1 atmosphere. 

When the jiressure of hydrogen reaches about 300 mm., the stopcock e 
is slightly opened so as to admit it slowly into the combustion chamber 0, 
fllled with oxygen at 160-200 mm pressure. (It is essential not to exceed 
this pressure, as otherwise an explosion might occur at the moment of 
ignition.) When the hydrogen, containing of course some oxygen, passes 
the heated platinum spiral at the top of the combustion chamber 0, ignition 
occurs, and, by regulating the stopcock e, it is possible to maintain the flame 
burning in tliis chamber, which is cooled outside by water. It is of importance 
to keep the flame in the upper half of the spherical chamber, as only there is 
it stable; if the hydrogen pressure decreases, the flame withdraws into the 
narrowerspaoe, which causes the rateofcombustion to be retarded onaccount 
of the reduced surface available for the contact between hydrogen and 
oxygen If, on the other hand, the hydrogen pressure increases, the flame 
advances towards the middle of the bulb until it reaches an area wide enough 
to cope with the hydrogen supplied through the stopcock e It is obvious 
that the flow of hydrogen must be regulated in such a way that the flame 
never reaches the equator of the spherical combustion chamber, otherwise 
it at once becomes unstable and moves with great velocity through the 
narrow tubes towards the oxygen-filled charcoal tube /. (This would result 
in an explosion, and m a precautionary measure a plug of glass-wool is 
introduced into the tube leading to I.) The flame emits only a very dim 
reddish hght, hence for its control it is necessary to carry out the combustion 
in a darkened room. 

After some hydrogen has been burned away, the liquid air vessels which 
cool the charcoal tubes F and I are gradually lowered until practically all 
the hydrogen is burned to water, which forms m bulb H. The water is boiled 
in order to remove any helium which might possibly have been included 
during the process of condensation, and the remaining gases, mainly oxygen, 
are transferred through stopcock g into the analysing apparatus. This has 
already been fully described (“Helium Researches, XIII”, fig. 2, p. 417, 
Paneth, Gllickauf and Loleit 1936). 

After the blank test with ordinary beryllium has been satisfactorily 
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carried out, the magnet C is removed, so that the irradiated piece of 
beryllium drops into the acid. The whole procedure is then repeated. 

The experiment was carried out three times. For irradiation, pieces of 
beryllium, more or less spherical and weighing 6‘6, 3-76 and 4-6 g., were 
used, and as y-ray source radon (supplied by the Raditun Centre of Middlesex 
Hospital). The latter was contained in glass capillaries of an average length 
of 6 mm. and 1mm. width, the quantity of the radon in each capillary 
varying between 100 and 250 mo. Generally the Middlesex Hospital supplied 
a tube once a week, two or three of them could be simultaneously placed 
inside the beryllium in holes drilled towards the centre of the metal. After 
the decay of the main part of the radon, the tubes were removed and 
replaced by fresh ones, As there is always some danger that the radon tubes 
are contaminated outside with radioactive material or may leak slightly, 
they were covered with other capillaries before insertion In addition to this 
precaution the surface of the beryllium holes was removed by drilling, and 
by washing writh acid, before the chenucal analysis was undertaken. 


RBSUIiTS* 

The results of the experiments can be seen from Table I. It comprises two 
blank tests, carried out with pieces of the same beryllium samples as were 
used for the irradiation experiments. In none of the blanks could as much as 
10“’® c.c of hehum/g. of beryllium bo detected. 


Tabls I Hklium in mktallic beryllium after bombardment 

WITH y-RAY8 


Quantity Tunc of ir- Radon 

of Bo, radiation, decayed, 
mg. in days m me. 


He/g. Be/ Jfo/om.Bo/ 
He found He/g. Be, me. Rn, m me. Rn in 
inl0"*c.c. ml0-*c.o. 10~**c.o. 10-1*0 o. 


8 1 0 

6-6 26 

3- 7fi 22 

0-8 0 

4- 6 260 


0 

600 

1260 

0 

4700 


< 0-1 <001 — — 

2 0-3 6 3 7 

26 07 56 28 

<001 <001 — — 

18 4 0 8 6 4-8 


Each of the three irradiated pieces of beryllium contained an amount of 
helium which could easily be detected and approximately measured, namely, 
2 X 10“*, 2-6 X 10“* and 18 x 10”* o o. While in the iSist two cases, owing to 
the small quantity of helium, the manometric measurement was only about 

* A prebmuiary report was published in Nature (Paneth and Oluokauf 1937); only 
two of the throe experiments were dosonbed therein. 
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26 % accurate, in the laat the measurement itself was reliable to ± 10 %; 
unfortunately, owing to a slight accident, a fraction of the hydrogen, mixed 
with helium, had escaped during the dissolution of the beryllium. As this 
fraction is known only approximately, the final figure in this experiment is 
only accurate within 20%. The values “He/g. Be” are given for com- 
parison with the helium content of non-irradiated beryllium, and of beryls 
(see the following paper). Since the beryllium samples were approximately 
spherical, it is possible from their weight to calculate roughly the helium 
content |)or 1 cm. radius of the beryllium spheres surrounding the radon 
source These values — ^which should be independent of the quantities of 
beryllium used — are given in the last column. TheaverageiB3'8±0'8x 10"“ 
c.c. helium/cm. beryllium/mc. radon decayed. 

Measurkmbnt op the number op photo-neutrons by the quantity 
OP HEUUM produced IN BORON 

The amount of helium in the three pieces of irradiated beryllium which 
must thus be ascribed to the y-rays is so considerable that it would apiiear to 
be formed by the main reaction; for if one assumes the y-rays of radium C 
of 1-8 and 2*2 million V to be equally efficient, and the cross-section of the 
beryllium nucleus to be 6 x 10~”cm.*,a quantity of helium corresponding to 
the order found is to be ex])ected.* Because of the uncertainties in these 
assumptions, however, an attempt was made to decide by a more exact 
method whether helium is the main product of the reaction. Should this be 
so, the number of helium atoms produced in beryllium would be twice 
that of the photoneutrons (see reaction (3)); this latter figure can be detor- 
mmed, as shown in our last paper, from the equal number of helium atoms 
produced in boron according to reaction (1). With this aim in mind the 
third experiment was arranged in the following way. 

The sphere of metallic beryllium of 0-84 cm. radius (weight 4-6g.) was 
placed during the whole irradiation in the pocket of the methyl borate vessel 
of 7*6 cm. radius, described in “Helium Researches, XIII”. In the experi- 
ments on the formation of helium &om boron, for the bombardment neutrons 
produced by the impact of the a-partioles of Rn, Ka A, and Ra C on beryllium 
were used; of these neutrons, in spite of the slowing down effect of the 
hydrogen of the methyl borate, a considerable fraction was not caught 
inside the copper vessel. In the present experiment, however, the initial 

* According to reoent experiments the oross-seotion is four times as laige (Fnsoh, 
V. Halban and Koch 1937), but this does not change the order of the helium quantity 
to be expected. 
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velocity of the neutrons was much smaller, owing to their character as photo- 
neutrons; therefore it could reasonably be expected that most of them would 
be absorbed by the boron inside a vessel of 7*5 cm. radius. It was thought 
advisable, however, to verify this and at the same time to determine the 
number of neutrons originating from the glass of the radon tubes under the 
impact of the a-rays; the amount of helium which these neutrons produce 
in the boron, must, of course, be subtracted for the purpose of comparison. 

For these experiments Dr P. B. Moon kindly lent us an ionization chamber, 
filled with boron fluoride and connected with a counter constructed by 
Dr C. E Wynn-Williams. With this device it was observed that the number 
of neutrons produced in a radon-filled glass capillary and slowed down by 
parafi^ amounted to 20 % of the neutrons obtained when the glass capillary 
was inserted in the centre of our beryllium metal. If such a complex source 
is placed inside the water-filled pocket of the boron vessel and surrounded 
by a large water tank, the absorption of those neutrons which owe their 
origin to the impact of a-partiolcs on glass must amount to roughly 45 %; 
for this is the absorption measured under the same conditions for neutrons 
produced by the impact of a-rays on beryllium. Of the total number of 
neutrons 82 % were caught in the boron vessel, since 20 % oi these neutrons 
are 46 % absorbable, the absorjition of the photo-neutrons alone conse- 
quently amounts to about 91 % 

As, therefore, 9 % of the photo-neutrons escape, this number must be 
added to the helium atoms found in the boron; but as, on the other hand, 
46 % of the 20 % glass neutrons are also used for helium production in boron, 
the same negative correction has to lie applied. It follows from this c'un- 
sideration that the number of helium cUoms found in the boron can (within the 
accuracy attainable in our experiments) be considered as equal to the number 
of neutrons produced by the y-rays in the beryllium. 

The analysis of the hehum content oi the boron vessel was earned out in 
the apparatus described in “ Helium Researches, XIII ” ; the only improve- 
ment was the attachment of a reflux condenser to the boron vessel. With 
an arrangement as shown in fig. 2 of “Helium Researches, XIII”, the 
boiling of the boron ester results m the distillation of 6-10 % into the trap; 
its passage through the metal stopcock attacks the grease. In the new 
experiment, between the vessel and the stopcock a metal reflux condenser 
(see fig. 2) was inserted. As cooling ^ent during the analysis trichloro- 
ethylene was used, cooled by solid carbon dioxide contained in the funnel; 
the trichloroethylene, heated by the boiling ester, rises in the condenser and 
is, in constant flow, cooled down by the carbon dioxide. 

The analysis of the helium content of the methyl borate vessel, after the 
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beryllium aphere in the pocket had been irradiated by y-rays for 8-6 months, 
showed the presence of 11 ± 3x 10~*o.o. helium. In the beryllium (see 
above) 18±4’10-*c.c. helium had been found. Now we know that the 
number of hehum atoms found in the boron is practically equal to the number 
of photo-neutrons produced in the beryllium. The number of helium atcans 
found in the beryllium is more than 1-6 times as high; if reaction (3) were the 
only one induced by the y-rays in the beryllium, the ratio of the helium 
atoms to the neutrons in the beryllium should be 2. The result of our 
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experiments therefore makes it clear that the amount of helium produced 
in the beryllium by y-irradiation stands in such proportion to the number 
of photo-neutrons as is to be expected if ‘He, and not a stable ®Be, is the 
main final product of the reaction. 

A repetition of the experiment with a greater quantity of radon, a larger 
vessel containing methyl borate, and a few additional refinements would 
make it possible to decide with an accuracy of 6-10 % whether there is any 
formation of a stable *Be. Even such an increased accuracy will not, how- 
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ever, permit the exclusion of the possible intermediate formation of an 
unstable ^Be. Since the irradiation of the beryllium, with the radon sources 
at our disposal, has to bo continued for several months before sufficient 
helium is produced, a *Be with a half-value penod of no more than 1 month 
would have time practically completely to decay according to the reaction 
JBe-^2JHe. (4) 

Such a disintegration of the “Be into two helium atoms may take place 
spontaneously without detectable rays, since within present-day accuracy 
the mass of “Be is twice the mass of *Ho For several reasons — Ohadwiok 
and Goldhaber's indirect conclusions, and Bohr’s general picture of the 
mechanism of the nuclear disintegration — it seems more hkely that the 
photo-disintegration of “Be proceeds according to reaction (2) and not to 
reaction (3); if one accepts this view, it follows from our experiments that 
“Be is not stable but splits up into 2 “He. Dr Goldhaber has kindly informed 
us that according to unpubhshed experiments of Mrs Fremlin and Dr Kemp- 
ton-— in which “Be recoil atoms from the reaction “Be -H -> “Be -I- *D wore 

collected inside a Geiger counter — the lifetime of “Be is shorter than 1 sec. 
or longer than 3 years. Combined with the experiments here described we 
may therefore conclude that the lifetime of “Be is shorter than 1 sec. 

We gratefully acknowledge our indebtedness to the Imperial Ckillege of 
Science and Technology for laboratory facilities, to Imperial Chemical 
Industries, Ltd., for financial help, to Professor S. Hubs, director of the 
Radon Department, Middlesex Hospital, London, for supplying the radon 
tubes; and to Dr M. Goldhaber, Cavendish Laboratory, Cambndge, for 
suggesting the experiment and for helpful discussions. 

Summary 

While it has been known for some time that the beryllium nucleus, 
irradiated by y-rays, emits neutrons, it could not be decided whether the 
nucleus is thereby transformed into a stable isotope of beryllium of mass 
8, or into two helium atoms. 

By a micro-chemical method hehum was detected in beryllium after 
irradiation by the y-rays of radon In one of the experiments the number 
of neutrons simultaneously emitted during the irradiation was determined 
by measuring the helium produced by these neutrons in methyl borate; a 
comparison of the two helium quantities showed that the main final 
product of the y-irradiation of beryllium is helium and not the beryllium 
isotope. 
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On the occurrence of helium in beryls* 

Bv J. W. J. Fay, E. GlUckauf and F A. Panbth 
{Communicated by J. C. Philip, F.R. 8 . — Received 17 December 1937 ) 

When liOrd Rayleigh first discovered the occurrence, in samples of beryl, 
of helium greatly in excess of the amount attnbutable to the traces of 
uranium and thorium contained therein, he suggested as the most plausible 
hypothesis that an unknown element present in beryl may emit a-{>articles 
with less than the critical velocity (Strutt 1908). Later, on the suggestion of 
B. B. Boltwood, he discussed another possibility, viz. that hi crystallizing 
from the rock magma the beryls had occluded one of the shorter lived 
a-radioactive elements such as radium or ionium, wliich later decayed, 
leaving nothing but the helium as evidence of its former presence (Strutt 
1910). 

In view of the subsequent discovery of isotopy both hypotheses were 
reconsidered in the light of this new knowledge. It has, for example, been 
suggested that the “unknown element”, decaying without detectable ra3nB, 
might well be the isotope *Be: and further, that this isotope might have 
already completely decayed (Atkinson and Houtermans 1929; Rayleigh 
1929). 

• '‘Helium Kesoarohee, XV.” For previous papers of the senes soe pteooding 
contribution (GKickauf and Paneth 1938) and "Holium Researohos, XIII” (Paneth, 

Oluckauf and Loloit 1936 ; a footnote in the latter gives references to numbers I-XII). 
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Further, following the discovery of artificial transmutation, it seemed 
possible to attribute the origin of helium in the mineral to the influence of 
external rays to which it had been exposed during geological times; this 
latter idea has been supported in particular by 0 . Hahn, who thinks that 
the discovery by Szilard and Chalmem {1934, Chadwick and Groldhaber 
1935) of the nuclear photo-efteot in beryllium provides a completely satis- 
factory explanation for the occurrence of helium in beryls, because, after 
the expulsion of a neutron from *Be, the remaining ^Be might split up into 
two *He (Hahn 1934, 1935, 1936, Bom 1936). 

A number of experiments have already been carried out in order to decide 
whether disintegration of beryllium, spontaneous or induced, can be the 
cause of the helium production. Jjanger and Kaitt (1933) thought they had 
discovered a permanent a-radiation of the element beryllium, but their 
findings could not be substantiated by Evans and Henderson (1933), hioi^ 
Rayleigh (19330), Cans, Harkins and Newson (1933), Libby (1933), Frftnz 
and Steudel (1934), and Burksor ft al. (1937). Chadwick and Goldhaber 
(193s), and Bernardini and Mando (1935) have shown that even under the 
bombardment of y-rays beryllium does not emit an observable a-radiation. 

All these experiments sufier from the disadvantage that they cannot 
detect a-rays emitted with an energy under a value of about 100,000 V. 
Since it is known that, withm the accuracy of present-day measurements, 
^Be has twice the mass of *Ue, a disintegration according to the reaction 

»Be-> 2 «He (1) 

would be practically rayless. Therefore the absence of detectable a-rays 
is in no way decisive. A direct test for helium, on the other hand, is 
entirely independent of the energy of reaction (1). For this reason it 
could be hoped, with the help of our sensitive micro-method, definitely to 
determine whether disintegration of beryllium can explain the helium 
content of beryls. 


I 

Let us first consider whether the y-rays from minerals and rocks in the 
neighbourhood of beryls can be held responsible for the occurrence of 
helium, as suggested by 0 . Hahn. 

The experiments described in "Helium Researches, XIV” show that a 
y-irradiation of beryllium actually leads to the formation of helium and not 
of stable “beryllium eight"; so quabtatively the h3rpotheBia is upheld. 
But, at the same time, they demonstrate that the efiect is not nearly sufficient 
to account for the quantity of helium found, because Lord Rayleigh (1933 b) 
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showed that in Archaean beryls the helium content may amount to 77*6 on. 
mm./g. Since it is not impossible that helium has escaped in comrse of time 
from the mineral, this figure is a minimum. As 1 g. of beryl contains at the 
utmost 5 % of the element beryllium, it means that 1*56 c.c. of helium/g. Be 
has been formed since the solidification of the mineral, which must certainly 
have occurred less than 2000 million years ago. The average annual pro- 
duction of helium would, therefore, have to be at least 7-7 x 10-“c.c./g. 
of Be. 

It has been found (see preceding paper) that I me. radon which decays in 
the centre of a sphere of beryllium of a few grams weight produces therein 
about 6-5 X 10“^* c.c. of helium/g. of berylUum. The decay of 1 me. radon is 
equivalent to the constant y-radiation of 1 mg. of radium during 6*62 days ; 
in 1 year I mg. of raebum would, therefore, produce 4*3 x 10““ c.c. For the 
formation of 7*7 x 10““ c.c annually, about l-8mg. of radium would require 
to be present (If the same calculation is made for the beryl from Latah Co. 
which contains 2*27 cu.mm, of heiium/g., and belongs to the Mesozoic 
(Rayleigh 19336) — age < 200 million years — we find that 0*53 mg. radium 
would have to be present.) Furthermore, since radium cannot maintain its 
activity for more than a few thousand years, we should need to assume the 
presence of its parent substance uranium in the proportion of 3 x 10*g./g. 
radium; that would mean 5*4 kg, of uramum element or 6*4 kg of UgOg/g. of 
beryllium, if, lastly, it is taken into account that radium, uniformly distri- 
buted in an uranium mineral, is necessarily much farther distant from the 
beryllium in a beryl than the radon capillary from the beryllium metal in 
our experiments (average distance 4 mm.), it follows that, owing to the 
double eflFect of distance and absoqition of the rays, the necessary intensity 
of y-radiation could only be produced if every gram of beryl were surrounded 
by many tons of a uramum — or thorium — mineral. These considerations 
render Hahn's suggestion quite unacceptable. 

Further, the proof that no appreciable amount of helium can be formed 
in beryllium by the y-radiation of the surroundings, according to present- 
day knowledge, altogether excludes this radiation as the source of helium 
in beryls, for in no other elements than beryllium and deuterium with 
“natural” y-rays has a nuclear photo-e£fect been observed (Chadwick and 
Goldhaber 1935). 

It is true that Hahn also considers a possible infiuenoe of cosmic radiation, 
in addition to the y-radiation from the rooks As this cosmic radiation is 
constantly present in laboratories, its influence on the helium production 
would have made itself felt in the experiments on the spontaneous formation 
of hehum in beryllium, to be described later. Furthermore, it is obvious that 
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to suwume a marked effect of cosmic radiation on the helium formation in 
beryls would involve impossible suppcmtions about the cross-section of the 
beryllium atoms for the absorption of the radiation. 

II 

The first experiments intended to detect a spontaneous helium formation 
jn beryllium were begun eleven years ago (Paneth and Peters 1928); after 
beryllium nitrate solutions had been standing for two years, it was found 
that air had not been sufficiently rigidly excluded, and these experiments 
were, for other reasons, never completed. Two years ago experiments were 
initiated, in which a number of large glass bulbs containing beryllium 
nitrate solution were set up, frcetl from air, and allowed to stand for some 
months, protectively immersed in water. Similar bulbs, some containing 
ammonium nitrate and others sodium nitrate, were used as blanks. As 
deducible from previous experiments, helium was foimd even in the blanks — 
although this time air leakage was avoided — ^for glass, being permeable to 
atmospheric helium, always contains absorbed helium. As the ratio of the 
release of hehum from the large glass bulbs was of the same order as the 
effect to be investigated, these experiments were abandoned. For such 
researches either metal vessels must be employed (Paneth, Oluckauf and 
Loleit 1936) for the solutions to be studied, or else the use of solutions must be 
completely avoided. The latter method ot attack, with pieces of beryllium 
metal, was employed in the experiments described in the preceding paper. 

As therein pointed out, the fact that this metal is helium -tight, obviates 
the necessity of enclosing it during the course of the supposed helium forma- 
tion. Any pieces of the metal can, after sufficient lapse of time, be made use 
of, the older specimens being, of course, the more valuable for the purpose. 
Unfortunately the metal has only been manufactured on a large scale during 
the last few years, so that suitable samples of greater age are comparatively 
rare. Thanks, however, to the courtesy of several industrial companies and 
of colleagues, some fairly old samples were obtained. The results of the 
analyses are given below (Table I). 

As all the values are maxima, it is obvious that the lowest result is the 
most important, but in order not to rely on one experiment we shall consider 
only the average of the four; this shows that 1 g. of beryllium yields less 
than l’ 3 x 10 "^^ 0.0. of helium per year. It may be emphasised that the 
samples were of coarse subject to the influence of cosmic radiation through- 
out their existence. 

This flgure is sufficiently low to permit of several inferences. It is at once 
evident that nowadays at least there is no helium production in beryllium 
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which could account for the quantities fonnd in beryls; for these an avera|;e 
annual production of 7*7 x 10~^° i.e. 60 times as much, is necessary (p. 240). 
Hence beryllium exhibits neither a-radiation, nor helium production. 
To-day it seems to be a stable element.* 


Tablk 1. Hkliuh m metallic bebyluuh 


Origin of Bo 
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8S 

— 
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1 

_ 
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18 
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3 

71 
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1 

0-6 
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4 

20 

80 
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3 

4 
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Professor E. Wiberg, 

6 

6-7 

28 8 

Ne-I-He 

3 

1 

Karlsruhe 
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Just as the hypothesis has been advanced that the “unknown** radio 
element may have decayed in the meantime, one can argue that while 
the production of helium from *Be was appreciable in former geological 
times it has now ceased (Rayleigh 1929 ). The following calculation would 
seem to dispel even this idea; it is based on the helium content of a com- 
paratively young beryl, because then it can be shown that the maximum 
half-value period is so short that impossibly great quantities of the ^Be 
would have had to be present at the time of the origin of the earth. 

If the helium in the beryl came from ‘Be, at the time of formation of the 

mineral the amount of *Be must have been at least equal to - where 

a is the weight of the helium still present in the mineral, A the disintegration 
constant of *Be, and t the time elapsed since formation of the beryl. On the 
other hand, to-day 1 g. of berylUum yields per year less than a definite 

* For tho sake of completeness it may be added tliat boryllium does not spon- 
taneously emit any /?-Tays either (Fnodl&nder 1935), and tliat in an experiment with 
a boron fluoride chamber it was oaoertainod that 1 g. of beryllium does not omit as 
much as 1 neutron every SO min. — a result to be expected from theoretical con- 
siderations; for the reaction 

•Bo-»-Ai» -►•Be-l-n 

an energy of 1-0 x 1(F e-volts is neoesiMury (Chadwick and Ooldhaber 1935). 
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quantity of helium (6). From these two data can be calculated the maximum 
half- value period of *Be CKSoording to the formula 

1/ 


6 = A- 


c"-r 


In the beryl from Latah Co. (* < 2*10“ years) Lord Rayleigh found 2-27 ou. 
mm. of helium/g., i.e. 8*1 x 10-*g./g. ‘Be (=o). In our experiments it was 
observed that 1 g. of beryllium yields less than 1-3 x 10"“ c.c. of helium/year, 
i.e. 2-3 X 10~“g /year ( = 6). From this follows a m in im um A of 2’2 x 10“*, 
or a maximum half-value period T of 3'2 x 10’ years. From a and A is 
obtained for the original amount of *Be, 2x10* years ago, 6 x 10*^^ g. “Be for 
each g. of 'Be, an absurdly high value for an unstable isotope of the com- 
paratively rare element beryllium.* 


COWOLUSIONS 

It is deduced that the external radiation to which the mineral beryl is 
subject is not adequate to account for the quantities of helium occluded. 
Further, the spontaneous decay of beryllium, including the effect of cosmic 
radiation, produces so little helium, if indeed any, that at no time could this 
phenomenon have been sufficient to explain the facts. 

It seems, therefore, probable that the hehum does not come from the 
beryllium at all but from some other source. A further argument in favour 
of this is the fact that the amount of helium found in different beryllium - 
bearing minerals shows no proportionality to the percentage of beryllium 
present (Strutt 1 908 ; Paneth and Peters 1928) ; a recent statement (Burkser, 
Kapustin and Kondogury 1937) to the contrary is based on only one 
selected sample of beryl. Further, Lord Rayleigh’s tables show enormous 
variations, with only a very rough correlation to time; and although it is 
possible that unequal amounts of helium have been lost according to the 
differences in temperature to which the beryls have been exposed, it seems 
more likely that the variations of the helium content depend upon their 
original chemical composition. The role of the beryl is perhaps only that of 
hindering the escape of the helium ; it may be that other minerals containing 
the same helium-producing element are not equally well able to retain the 
gas. 

From the fact that a large helium content is limited to specimens of great 
geological age Lord Rayleigh has already concluded that it cannot have been 

• These considerations are quite independent of the attempts to observe 'Be by 
means of positive rays. If *Be is present at all, its quantity is oertainly less than 
1 x 10“* g./g. beryllium (Nier 1937). 
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generated by the decay of any relatively Bhort-Uved radioactive constituent, 
which may have been initially present. We may add that his figures seem 
to show that neither is the hehom due to the decay of a radio-active element 
whose half-value period is long compared with the age of the minerals. In 
this case the differences between the helium content of old and young beryls 
could not be so marked ; to explain them it must be assumed that at the time 
of formation of younger beryls much of this element had disintegrated. 
(The only other explanation why the younger beryls contained so little 
helium would be the assumption, for geological reasons, that less of this 
hypothetical element was included during their formation; but there does 
not seem to be any independent geological evidence in favour of a difierent 
ongm of the younger and older beryls.) 

By plotting the maximum, or the median, helium contents of beryls 
agamst the presumed time of formation of the minerals, a rather steep curve 
results, the nearest theoretical approximation to it is gained on the assump- 
tion of a half-value jieriod of the hypothetical helium-producing element of 
about 1'6 X 10* years. If this be of the right order, the helium production 
in beryls to-day can only be about 4-8x 10““c.c./g. beryl/year. This is 
hardly sufficient for a direct experimental test. 

The best methods of attacking this problem of the helium content of 
beryls at present seem 

(1) To analyse chemically, as completely as possible, beryls of the same 
geological age and a different hehum content; perhaps differences in the 
content of rarer elements will be suggestive. 

(2) To test the various chemical elements present in beryls in order to 
find out whether they generate hehum. 

Attention should be directed in the first place to the lighter elements, 
since it is to be presumed that in spite of the relatively short lialf-value 
period no detectable rays are omitted. 

The table of isotojies may seem, on mass-energy considerations, to 
exclude the jiossibility of a spontaneous disintegration, but in the case of 
other elements the position is exactly the same as with beryllium; there 
may be unknown isotopes in very small quantities which decayed, or are 
still decaying, with helium formation, but without emission of detectable 
rays. Obviously, the same experimental method of attack as has been used 
for beryllium is available for the problem, and as a preliminary step in this 
direction the elements lithium, sodium and potassium — ^which are all 
present in beryls — have been investigated. The results are given below. 

In the case of potassium the above figures confirm previous experiments 
in which an upper limit of 0-4 x 10~^* c.o. of helium/g./year was found 
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(Paneth and Peters 1928). None of the elements investigated produce at 
present sufficient helium to explain the helium content of the beryls. Con- 
siderations similar to those described above can be applied to prove that 
even a formerly stronger helium production seems hardly compatible with 
the facts; but further discussion is postponed until more experimental 
material is available. 


TaBLR II. HkUUM IK VARIOUS METALS 


Metal 

Minimum 
age. Ill 
years 

Quantity, 
in g. 

Mimmum 

agoxg. 

Spectrum 

Upper 
limit 
of Ho. in 
10-1® c c. 

Upper 
limit 
ofHe/g./ 
year, in 
10-» c.c. 

Li 

16 

07 

11 

No only 

3 

2-7 

Li 

6 

38 

34 

Bands 

6 

1 5 

Bo 

3 

7 1 

21 



1 

0-6 

Na 

2-3 

21 

S3 

— 

10 

1 » 

K 

s 

21 

168 

No; bands 

6 

03 

K 

30 

4» 

1.36 

No + Ho 

10 

0-7 


To summarize, while we are unable at present to attribute the helium in 
beryls to any particular source it may fairly be claimed that it has been 
shown that, at any rate, the beryllium itself is not responsible 

Besides the institutions and persons mentioned at the end of the pre- 
ceding paper our thanks are due to Messrs Hopkins and Williams, Ltd., 
London, for the loan of several kg. of beryllium nitrate, to Professor E. 
Wiberg, Karlsruhe; to the National Physical Laboratory, Teddington; to 
the Compagnie de Produits Chimiquos et Electrom^tallurgiques, Paris; to 
Degussa, Frankfurt/Main; and to Herdus Vacuumschmelze, Hanau/Main, 
for the gift of specimens of beryllium metal of various ages, to Professors 
A. Franke and H. Mark, Vienna, for old bthium samples; and to Professor 
A. Holmes, Durham, for information regarding geological questions. 

Summary 

Various specimens of old beryllium metal have been analysed for helium. 
Since the very sensitive method used failed to detect any traces of helium it 
must be concluded that the spontaneous production of helium in beryllium 
is less than 1‘3 x 10"“ c c. of helium/g. beryllium/year. 

From this figure it follows that the helium content of beryls cannot be 
explained as a consequence of the spontaneous disintegration of a beryllium 
isotope of mass 8. Even the assumption that such a beryllium isotope was 
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present in previous geologioal periods and has now mostly decayed is not 
compatible with the very low limit found for present-day helium production. 

In recent years the helium content of beryls has been attributed to the 
influence of y-rays from radioactive minerals in the neighbourhood of the 
beryls, and to cosmic radiation. From the figures, however, given in the 
preceding paper about the amount of helium produced in beryllium by 
•y-rays it follows that the influence of the natural sources of y-radiation is 
not nearly sufficient to explain the helium content of beryls. 

Since, therefore, beryllium does not produce adequate amounts of 
helium, either under the influence of external radiation or as a consequence 
of spontaneous disintegration, it seems that the helium content of beryls is 
not connected with its beryllium content at all, but is due to some other 
chemical element. 
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On the neutrino theory of light 
By M. H. L. Pryce, Trinity College, Cambridge 
{Communicaled by P. A. M. Dirac, F.R. 8 . — Received 21 December 1937) 

1 Inteoduction 

The neutrino theory of light, developed by Jordan, Kronig and others, is 
based on an idea of de Broglie’s, who suggested that one should regard a 
photon, not as a simple system, but as composed of two elementary particles 
bound together in some way (de Broglie 1932, 1933, 1934). According to 
de Broglie these particles are to bo regarded as complementary in the same 
sense as electrons and positrons are complementary. This idea gives a good 
account of the creation and annihilation of photons and allows them to 
obey the Bose-Einstein statistics while retaining the idea that all elementary 
particles obey the Fermi-Dirac statistics and possess spin angular momentum 

As developed by de Brogho , however, the hyiiothesis led to the consequence 
that the component particles each had exactly equal energy and momentum ; 
thus if the state of the photon is known the state of the components can be 
inferred. The fact that, although the representatives are symmotnoal ivith 
respect to interchange of two photons, it is then nevertheless impossible for 
two photons to be in the same state, owing to the underlying Fermi-Dirac 
statistics of the components, and so the photons would to all intents and 
purposes themselves obey the Formi-Dirac statistics, led Jordan to modify 
the hypothesis (Jordan 1935) He suggested that it is not the interaction 
between the neutrinos and antineutrinos that binds them together into 
photons, but rather the manner m which they interact with charged particles 
that leads to the simplified description of light in terms of photons. To account 
for the process usually interpreted as the emission of a photon of circular 
frequency o) from an atom, he proposed that one of the following two 
processes can occur 

(а) A neutrino, or antineutrino, passing through the atom receives an 
impulse, thereby gaining energy hto and momentum hatfe, the atom at the 
same time losing that amount of energy and momentum. 

(б) The atom emits simultaneously a neutrino with energy jE', momentum 
p', and an antineutrino with energy Aw — E', momentum Aw/c —p'. 

It must be stressed, however, that this formulation of (b) is unduly loose; 
the neutrino and antineutrino are not really ejected in a state in which the 
[ 247 ] 
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energy and momentum of each is definite, but into a superposition of suoh 
states with quite definite weights and phases. 

Although in his original formulation Jordan did not distinguish between 
neutrinos and antineutrinos, the distinction was in fact implicit in his 
mathematics. Bom and Nagendra Nath clarified this point and showed that 
the mathematical analysis gains considerably in elegance if an antineutrino 
is described as a hole in a state of negative energy of the neutrinos (Bom and 
Nagendra Nath 1936a). Suoh a description is purely a mathematical 
convenience and entails no physical assumption beyond the fact that 
neutrinos and antineutrinos are created and annihilated together in pairs. 
Conceptually, too, this description has advantages, for it reduces process (6) 
to a special case of (a) in which the neutrino is originally in a state of negative 
energy and jumps to one of positive energy. According to the new hypo- 
thesis, then, a photon is to be associated, not with a bound pair of particles, 
but with a transition of a neutrino from one state to another. This applies 
both to the emission and the absorption of a photon. 

In order to agree with observations we are led to ascribe the following 
properties to the hypothetical neutrmos, which we write as postulates: 

I. The rest-mass of the neutrino is zero. 

II. The direction of motion of a neutrino is unchanged by its ‘ ' radiative ’ ’ 
interaction with charged particles. (This does not mean that other types of 
interaction, such as the one involved in yff-decay, cannot deflect the 
neutrino.) 

III. Neutrinos obey the Fermi-Dirao statistics. 

IV. The neutrino possesses spin angular momentum JA. 

We are le<l to I and II by a consideration of the balance of energy and 
momentum in a radiative process; for if the neutrino gains energy ia it 
must gain momentum htajc, this being the observed relation between recoil 
momentum and energy of the atom. Writing p, p' for themomentum before 
and after, and fi for the rest-mass, this implies 

1 p'-P| =ft<u/c, 

^(/t*c*-i-p'»)-V(A*+P*) = 

From this it is easy to derive 

[(Mw)*]+[p*p'*-(p.p')*] = 0. 

Neither of the square brackets can be negative; they must therefore both 
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vanish. This implies that 0, and p and p’ are parallel. If the momentum 
of the neutrino has the value p its energy can thus have the two values 
± c I p I . The unit vector cp(H defines the direction of motion of the neutrino ; 
if 17 is negative, p is opposite to the direction of motion. A closer analysis 
shows that epjH and cp'jH' cannot be antiparallel. 

Another argument for postulate I is to be derived from the fact that light 
in vaeno is propagated with the velocity c, independent of frequency or other 
circumstance, and therefore the neutrinos giving rise to this effect must 
travel with velocity c. 

We might perhaps object that the two above laws are not really established 
with universal validity. For instance, we might suppose that light does not 
really travel with velocity c but that our instruments are too gross to detect 
the difference. In such a case we can at least establish an upper limit for 
for if a star moves with a transverse velocity relative to the earth neutrinos 
travelling from it with differing velocities will arrive into a telescope from 
different directions, if ft h not zero, red light will on the whole be associated 
with slower moving neutrinos than blue Ught, and the star would appear as 
a spectral band instead of a point. Allowing a velocity of 100 km./sec. and a 
resolving |K)wer of 1 sec. for visible light, this sets a limit of fijm < lO"* for 
the ratio of ft to the mass of the electron. Another limit can he obtained by 
considering the condition that the two particles emitted in process (b) from 
a star should arrive on earth sufficiently simultaneously to appear as a 
photon of frequency w; for were this not the case no sharp spectral linos 
would be observed frt*ni the star. A train of waves associated with a 
photon usually has a length of about a metre (i e. the life-time of atomic 
states is of the order of 10'^ sec.); for a spectral line to be observable the 
neutrino and antineutrino must not have separated by more than a metre 
in their journey through space, which can be of the order of 10*’ cm. This 
sets a limit of ftjm < 10-^’. These arguments, of course, have no bearing on 
the neutrino involved in /?-decay. 

Similar empincal arguments may be brought forward in support of postu- 
late II. For, as Scherzer has pointed out, if the two directions differ by a finite 
angle, although the general intensity falls off as the inverse square of the 
distance, the intensity of a apectral line falls off as the inverse fourth power 
if the angle of divergence is greater than the angle subtended by the spectro- 
scope at the source; this could not well be reconciled with astronomical 
observations (Scherzer 1935). 

Postulates III and IV are not based on any observations of the properties 
of light, but may rather be said to be the raison d'itre of the theory. 

It must be borne in mind that the particles in process (6) are emitted 
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exactly in the same diieotion and no interaction is required to keep them 
together, for no interaction (except a /^-disintegration) can ever change this. 
This exact equality gives to the theory a rather artificial look. It may not 
seem so artificial, however, if one states postulate II in the following way: 
The interaction energy commutes with the direction of motion of the 
neutrino; for it is quite simple to construct observables of this type (cf. 
equation (2-6)). 

On such a hyjMthesis the polarization properties of light must in some 
way be connected with the spin of the neutrino Without going into the 
question at all deeply we can deduce a few features of the connexion. It is 
well known that the angular momentum of a photon about its direction of 
motion can have the two eigenvalues f this means that the angular 
momentum of the atom about this direction changes by ^ or — On the 
neutrino theory of light this states that the neutrino always makes a transi- 
tion in which the component of spin in the direction of motion is reversed, 
i.e. changes from + to T IK.* We shall later derive this fact rigorously 
(equations (6-3) and (6*4)). If the original state is one of negative energy, 
corresponding to (6), the consequent antineutrino has spin in the opposite 
direction from the corresponding negative energy neutrino; the neutrino 
and antineutrino therefore have parallel spins. If the transition is from an 
eigenstate of spin in the forward direction to one in the backward direction, 
the light will be circularly polarized in the right-hand direction, and con- 
versely; if the transition is from a superposition of two states of opposite 
spin, with equal weights, to the corresponding opposite state, the light will be 
plane-polarized. 

The central problem of the theory is to find a law of interaction between 
neutrinos and charged particles which will reproduce the observed features 
of radiation. Fortunately this is not so formidable a task as would at first 
appear, for these features can be desonbed completely if certain observables, 
satisfying known commutation rules, are known. Those observables make 
their apfiearance both when radiation is described in terms of waves and 
electromagnetic fields, and when it is described in terms of photons; in the 
first case they appear as the Fourier amplitudes of the field strengths, and 
in the second as the quantized amplitudes of the photon states when the 
method of second quantization is applied to the photons. Both the Bose- 
Einstein statistics of the photons and Maxwell’s equations follow as a 
consequence of their commutation rules and the equations giving their rate 

* That this IS violated in Kronig's 1936 paper is closely connected with the look 
of invononco of his theory under rotation; as always in quwitum theory, traos- 
formation under rotation and angular momentum are closely oonneoted. 



261 


On ihe nevirino theory of light 

of change with time, and further, if they are known, the interaction energy 
of matter and radiation can be written down immediately. The problem 
therefore reduces to finding an expression for these amplitudes in terms of 
the quantities describing the assembly of neutrinos, or, as we shall say, the 
neutrino field. If we can do this, not only are we certain that the phenomena 
of radiation will be described by the theory, but by writing down the 
interaction Hamiltonian we can discover how neutrinos and charged particles 
interact. 

The most suitable way of describing the neutrino field is by means of the 
amplitudes which play a similar role to the radiation amplitudes, but satisfy 
a different set of commutation relations, characteristic of the Fermi-Dirac 
statistics. Jordan considered that the esiential part of the problem was to 
construct Bose-Einstoin amplitudes from Fermi-Dirac amplitudes, and 
that in this connexion the spin and polarization were inessential complica- 
tions. He therefore studied a one-dimensional model in which neutrinos 
were supposed to have no spin and photons no polarization. The neutrinos 
all travel in the positive direction, and to each value of the momentum 
(ranging from zero to infinity) there correspond two amplitudes. (In his 
original papers it was not made clear whether the two amplitudes correspond 
to spin (as Kronig (1935) assumed in his developments), or to two kinds of 
particles.) The photons also travel in the positive direction and are described 
by one amplitude for each value of the momentum . Jordan found an expres- 
sion for the photon amplitudes in terms of the neutrino amplitudes which 
vaned correctly with time and satisfied the correct commutation rules, but 
his proof of the latter depended on certain assumptions of convergence, 
which, although justified, were not explicitly stated; a more naive proof 
would in fact have led to expressions of the form 00-00. Later develop- 
ments by Jordan (19360, b) and by Bom and Nagendra Nath (1936 a) 
led to simplification of the formulation and clearer understanding of the 
convergence conditions. The best formulation is that of Bom and 
Nagendra Nath, who use the idea of holes, whereby only one amplitude 
is necessary to describe the neutrino field and the momentum varies 
from — 00 to c», and state the convergence conditions clearly; these con- 
ditions amount to saying that there is only a finite number of neutrinos 
in states of positive energy and only a finite number absent from states of 
negative energy; i.e there is only a finite number of physically observable 
particles. How necessary the convergence conditions are is shown by the 
fact that Pock (1937a, b), through disregarding them, was led to believe 
the theory untenable. Recently, a very clear paper by Sokolow (1937) has 
thrown considerable light on Jordan’s original formulation; Sokolow shows 
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that the two amplitudes used there are closely oonneoted with the use of 
a matrix representation 



where a is the quantity occurring in the “one-dimensional Dirac wave 
equation ” 

= eap]fr, 

H being the energy and p the momentum. The analysis of Bom and 
Nagendra Xath corresponds to the more natural choice 



In the usual theory the energy of the radiation is given by a simple 
expression in terms of the amplitudes. Ttie rate of change of all quantities 
describing the field is given by their commutator with this energy. According 
to the neutrino hypothesis, however, the rate of change of any quantity is 
its commutator with the total neutrino energy. Thus the commutator of all 
the photon amplitudes with the difference of these two energies must be 
zero; i.e. the difference commutes with all the photon amplitudes. Kronig, 
in a series of papers (Kronig 19350, b, c), studying the number of ways in 
which the same state of the radiation field could be realized from the 
neutrino field, found a very simple expression for this difference; n^ecting 
certain inessential terms which can be avoided by a trick (Jordan 19360), it 
is proportional to the square of B, the number of neutrinos in excess over the 
number of antineutrinos; or, m terms due to Jordan, the square of the total 
neutrino charge. 

It is easy to calculate the wave function which on the one-dimensional 
model describes the pair of jiarticles produced in process (6) when an atom 
jumps to a lower state, emitting energy hto. Writing *, y for the co-ordinates 
of the neutnno and antineutrino respectively it is 

This separates when we transform to new variables: X o, i(a:-l-y), the 
co-ordinate of the “ centre of gravity ”, and r = i(a: - y), the half-separation: 

^ r 


Thus the centre moves with momentum hbije, while the inner state is 
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described by the wave function (sin <arle)lr. Such a state of affairs is not too 
dissiinilar to the one conceived by de Broglie. 

The passage from the one-dimensional model is discussed in a joint paper 
by Jordan and Kronig (1936), who show that no additional diflSculties arise 
with the statistics, but do not go into the question of polarisation. They 
show how Planck’s law follows; the interesting jHiint emerges from their 
work that the neutrinos can never attain thennal equilibrium , this is not 
very mysterious, for they possess other integrals of motion besides the total 
energy, such as the individual directions of motion and the quantity B, 
and therefore an assembly of neutrinos interacting with matter does not 
constitute an orgodic system. 

An attempt at a neutrino theory of light giving the polarization was made 
by Scherzer (1935), but his neutrinos, instead of possessing spin were 
transversely polarized like photons; furthermore, his theory did not give 
the correct statistics for the photons. 

The complete success of the neutrino hypothesis seemed to be established 
in a recent paper by Kronig (1936), in which he gives an expression for the 
electromagnetic field strengths in terms of the neutrino amplitudes, from 
which the questions concerning polarization can be answered. Unfortunately 
owing to an oversight, the theory is not invariant under a rotation of the 
co-ordinate system. 

The present paper studies the conditions imposed by the commutation 
rules of the amplitudes and those imposed by the connexion between spin 
and polarization; the reeuit of the inve^vgation ts that these cmditvona are 
mvlvaUy incompatible In so far as the failure of the theory can be traced to any 
one cause it is fair to say that it lies in the fact that light waves are polarized 
transversely while neutrino “waves’" are polarized longitudinally, and for 
“group-theoretical” reasons it is impossible to construct the former from 
the latter in an invariant manner. It is not the cose that no law can be found 
which could reproduce correctly the phenomena of radiation, but that there 
is an embarrassingly infinite numlier of such laws, violating the law of 
conservation of angular momentum for the neutnnos, it is true, all of which 
are equally entitled to selection, so that, according to the principle of 
relativity, none may be singled out as being the correct one • 

Unless some fundamental modification is made, therefore, Jordan’s 
hypothesis must be abandoned. It is to be hoped that the really beautiful 
mathematical theory which has been developed in the course of its three 
years of life may eventually find application somewhere in physics. 


* Kroiug’s theory is of oouise a particular case of one of -these laws. 
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2. Quantum mechanics of the nbutbino 


We shall tij to make as few assumptions as possible about the properties 
of neutrinos. We shall assume that there is no direct coupling between the 
neutrinos; that is to say, the energy, momentum, angular momentum, of a 
collection of neutrinos is the sum of the separate energies, momenta and 
angular momenta; we shall also make use of the assumption in a rather 
stronger form than this later (p. 265). Further, we assume that in a state 
where the momentum has the value p, the possible values of the energy are 
± c I p I (postulate I); this is embodied in the equation 

m = c»p*. (2-1) 

We shall replace postulate IV by a weaker one, namely, that the com- 
ponent of angular momentum of a neutrino in the direction of its motion 
(this can be formulated precisely as we shall see in a moment) has the two 
eingenvalues + (jAi. This means that we need not assume the position of the 
neutrino to be observable nor that the angular momentum is the sum of an 
orbital angular momentum ([q x p], where q is the position observable) and 
the spin {ka ((Tj, a, being observables capable of representation by Pauli 
matrices). 

From considerations of the invariance of physical laws under translations 
in time and space, rotations in space, and Lorentz transformations, it 
follows that there exist ten fundamental displacement observables, satisfying 
the commutation relations of the ten infinitesimal operators of the hetero- 
geneous Lorentz group (apart from a factor »^). These are: the energy, 
the three components of linear momentum, the three components of 
angular momentum and the three components of a vector, which, owing to 
the fact that it contains the time variable explicitly and usually plays a less 
important role than the others, has no special name. Regarded from the 
standpomt of a four-dimensional continuum these quantities are the four 
components of a vector and the six components of an antisymmetrical 
tensor respectively. Let us denote them by H, p, M and N.* Using Greek 
suffixes to denote the components of a vector, and writing for the 
completely antisymmetrical array of third rank, whose components are 

* N + clp does not contain the time exphoitly; c times this may conveniently be 
called the moment of enoT}{y; that this is a reasonable name may be seen by looking 
at the form of N + ctp for special systems, as for instance the electromagnetic field, 

where it is (iwc)fx{E' + H*) dxdydz, x being the vector with components (x, y, *). 
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+ 1, - 1 or 0 aooording as afiy are an even, an odd or no permutation of 123, 
we can write the commutation rules of these quantities as follows* 

Pfl] = e^fiyPY H] = cp^, 

[Jf.. M^] = [N,,p,] = 

= = (2-2) 

The brackets of the other pairs, not mentioned here, vanish.t 
We can define the direction of motion of a neutrino by the unit vector n, 
formed as follows 

n = cptf-i = cH-ip. (2-3) 

The components of n are realj observables because p and H commute, 
n is a unit vector because of equation (2-1). As we have already said, the 
direction of motion is opposite to the momentum if the energy is negative. 

From (2-2) we see that M . p p . M, 
and therefore this is a real observable. Also 
[M.p,H]-0, 

[M.p,p] =0. 

We can therefore define the component of angular momentum in the direc- 
tion of motion tobeM.n«{(M.p)/f~^,itiBa real observable and commutes 
with Zf, p, n, M. Let us call it Our modified postulate IV then becomes 

M.n = J*y, (2-4) 

y* - 1. (2-5) 

We shall need to use a representation in which H, n and y are diagonal. 
The representative of a state may be written [H' ; y' ; n' | ).§ The eigenvalues 
n' of n may be specified by polar angles In order to define the represen- 

tation completely we must fix the relative phases of the basic states. It will 

• The bracket of two quantities is defined by the relation B] = AB — BA. 
t If we define the six-vootor M,, by ilf,„ Afi,) = (Jf „ Af,. Af,), {Af.i, M„, 
M„) =c[Ni, Nt, N,) and the vector p, by (pj, p,, p,, p«) = (p,, p,, p,, //), these 
commutation rules can be wntten much more compactly m the relativistic form 

P*] = 9ihPi—9ikPi> 

[Afy, Afji] = — 

whore g„ = g„ = ffn=- 9tJ<^ = - 1 ; = 0, t +i. 

} I.e. theur representatives are Henmtian. 

I Cf. Dirac {1930, Chap. v). 
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not be neoessary to do this for states with different values of n', however, for, 
in accordance with postulate II, we shall be interested only in observables 
which commute with n, and therefore whose representatives are not affected 
by a change of the relative phases of states with different n'. In order to 
specify the relative phases of states with different H' we introduce the real 
observable p, defined by 

p = £f-HcN . p - \ihH) U-^ + 1 

(2-6) 

It does not contain i explicitly , for the term t in its definition just countereKits 
the explicit dependence of N on t. Now N . p is easily seen to commute with 
n and with M. It follows that p commutes with n and M, and therefore with 
y. It has the important property of being formally conjugate to H : 

[p,H]^l. (2-7) 

The existence of such an observable is characteristic for systems whose 
rest mass is zero. 

We can therefore choose the representation in such a way that p is 
represented by the operation ih dIdH'. 

(H'-, /: n' I pf) - »» A (fl'; y'; n' 1 (2-8) 

The relative phases of all states with the same n' will now be completely 
fixed if we fix the relative phases of any one pair of states with the same W 
but different y'(y' takes the two values 1 and — 1). Let us for the moment 
assume this to have been done. Then the matrix with components 

(N'iy^n'lel/f'jy'jn") = (2-9) 

where are the components of the matrix 

(;:)• 

defines an observable, of which it is the representative. If we take another 
choice of the relative phase, say one in which the states with y' = 1 are 
multiplied by a factor and those with y' = — 1 are multiplied by 
then we got a different observable corresixmding to this matrix. In the first 
representation this observable is represented by fSg-jj-, where e^y. 

is given by 
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Accordingly we have a one-parameter family of observables, depending on 
the parameter 6 , and we can fix the phases by requiring that any one of them 
should be represented by (2*9). Let the one chosen for this purpose be 
called e„. 

From (2-0) we see that g„ commutes with n, H and p, and therefore also 
with p, that it anticommutes with y and that 

e* = l. (210) 

In order to discover the physical nature of the observable e„ we shall enquire 
how it transforms when a chango is made in the frame of co-ordinates. 
Since it commutes with H and p it is unaffected by a translation in space and 
time. On the other hand, it has no very simple commutation laws with the 
Cartesian components of M (in fact, we cannot write tlicm down until we 
fix the relative phases of states with different n'), which indicates that it does 
not transform in any simple manner under rotation Nevertheless, if we 
consider all states in which n has a definite value n', and rotate the frame of 
reference about this direction, the transformation will bo determined by 
the component of M in that direction, which for these particular states is 
just M . n = \hy. A rotation of the frame of reference through an angle 0 
will induce a change in os follows > 

{2-11) 

From (2'9) it follows that the representative of is where 

is given by 

o)*"""!* o’)- 

This can be written S„ = c-os Oe^ -h sin de^, 

where = - iye„. 

It shows that 6„ and transform like the components of a vector in two 
mutually perpendicular directions, both {perpendicular to n. Thus is 
the component in some direction given by a unit vector a, {perpendicular to 
n, of an observable vector c. 

In order to fix the representation, therefore, we must decide on a definite 
a. Having made this choice in some way for each n, we take (a . t) for the 
observable £„ in (2 0), This choice is entirely arbitrary, for among all unit 
vectors perpendicular to a given direction in space all are equivalent and none is 
singled out in any voay. 

A rotation of a through an angle 0 about n' changes the relative phase 

by 6 . 


VoL CLXV. A. 
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It 18 this arbitrarinetw that is the stumbling block for the neutrino theory 
of light, for we must impose the restriction that the results of the theory are 
indefiendent of the choice of a 

3. Discussion oir a special case 

In order to illustrate the results of the preceding section wc shall apply 
them to jiarticles described by a Dirac equation with the rest-mass term put 
to zero We therefore assume that the neutrinos have an observable position 
q and their Hamiltonian is given by 

Hjc - iytiyiPi-^yiPi+ysPa), 
where yi, y^, y^, yi are real observables satisfying 

y,y, + y,y, = (r, « = 1, 2, 3, 4). 

This IS the case actually studied by Kronig (1936). 

Let us introduce the notation 

o’a“-»rir*ysy« (a=i, 2, 3), 

o = («ri,<r„<r,). 

Then it is well known that the other fundamental observables describing 
such a system are 

M = [qxp] + i«o, 

N = l{Hq + q//}-(2p. 

From (2-4) we find y = o.n = — yiyiygy4' 

It commutes with N ; for this case, therefore, y is a relativistic invariant. 
The observable p is given by 

1 , , ift 1 , , 

p--(n.q)+g.^(q.ll)-g. 

If an observable which is a function of p, q and the y’s commutes with 
H, n and p it can easily be proved that it is (1) independent of q, (2) homo- 
geneous of degree zero in p. If, further, it antioommutes with y, a simple 
calculation shows that it must be a linear combination of the components of 
the vector [n x the coefficients being homogeneous functions of p. Such 
an observable can be taken for the if in addition its square is unity. Now 
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let a be a unit vector perpendicular to n, chosen in some way for each n. 
According to quantal ideas of functions of observables, a is a function of n, 
and commutes with all observables that commute with n. Ijet b be the unit 
vector [n X a]; it is perpendicular to a and n. The following results can be 
verified without essential difficulty: 

(i) [n X fia] = - [o/? x n], and therefore [n x fia] is a real observable. 

• (ii) [n X fia] commutes with H, n, p, and therefore with a, b, and anti- 
commutes with y. 

(iii) (a./?o) = (^o.a), (b ./Sio) = (/^o.b), from which it follows that 
(a . fia), (b . fia) are real observables. 

(iv) (a . fia) = (b . [n X /?o]) = - (b . tyy?a),* 

(b . ^o) = - (a . [n X fia]) = (a . iyfia), 

from which it follows that the comjxjnents of tyfia at right angles to n are 
the same as those of ^a, but rotateil through a right angle about n, and that 
(a . fia), (b . fia) commute with H, n and p, and anticommute with y 
(V) (fi.fia)* = {b.fia)*= 1, 

(a . fia) (b . fia) + (b . fia) (a . fia) = 0. 

We may therefore take (a fia) for our e^. 

At this point we may compare our results with Kronig’s It will readily 
be seen that his equation ( 17 ) (Kronig 1936) is the one which fixes the 
relative phases of states with different y', which he calls A and C respectively, 
and that taken with ( 19 ) it is equivalent to choosing 

where I is the vector whose components are (1, 1, 1). Nothing in nature, 
however, singles out this vector to play a fundamental role 111 the theory, 
and if the theory is to be satisfactory we shall have to show that the results 
are independent of the choice of 1 . That this is not the case is must clearly 
shown by an example that Kronig himself has BUggested.:( Lot us consider 
waves in the z-direction (i.e. n' = (0, 0, 1)). Kronig’s equations then give 

If we now pass to a co-ordinate system arising by rotating the old one about 
the z-axis through an angle 0. the spinors A and C transform to 
A' = HA, C = SC, 

where 4*? = cos -I- yiy, sin \d, 

* The components of iyfia are y,. yg. y,. f In a pnvate communication. 
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From this it easily follows that 

(7' « e-*^(yt-yi)A’ 

and therefore the connexion between A' and C is not the same as the con- 
nexion between A and C. If we were to follow through Kronig’s construction 
of an electromagnetic field from the neutrino field with the new A' and C, 
we should get a different field from the original. 

4. Second quantization or the nbutbino field 

The formalism of the second quantization* affords an excellent mathe- 
matical apparatus for the description of processes taking place in the 
neutnno field. In order to avoid a representation of the neutrino states 
based on an observable with a continuum of eingenvalues, we shall resort 
to the artifice of making space {lenodic. This does not modify the essential 
results of §2, nor is it really essential in what follows We can look upon the 
artifice of periodicity as a restriction of the states of the system which lead 
to the same physical results for the points {x,y,z) and {x + lL,y+mL,z+nL), 
I, m, n being integers and L the side of the periodicity cube. From the stand- 
point of displacement operators this means wo are considering only the 
simultaneous eigenstates of with the eigenvalue 1 . J Thus 

the Cartesian components of momentum can only take values which are 
int^ral multiples of hjL, and the direction of n is restricted to rays with 
direction ratios (/ti, k^,), Ki, nf, being relatively prime int^ers (in- 

cluding zero and negative integers). For states with a given eigendiroction 
n', the energy takes the values B’ = rhtJo, where 

Wq = CKft » (2mlL) ^(*1 + /i + /i). 

Only those quantities which commute with etc., can be considered as 

observables; this means that p is no longer an observable, but only certain 
periodic functions of it such as From (2-8) it follows that 

= {H' -hu>,^,y' ,n' \ 

Since the fundamental states are now discrete we can use the integers r to 
label the representatives instead of H' =» rhfOQ. They are now (r; y';n'\) 
and the above equation reads 

(r; y'; n' [ - (r- 1 ; y'; n' ] i). 

* Jordon and Wigner (1928). 

t More stnotly one could allow them to have the eigenvalue where a is real. 
For some purposes a 9 ir is a convenient choice (Jordan 1936 a) ; the momentum then 
takes on half-integral values. 
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This can be looked on as fixing the relative phases of states with the same 
n' and y' but different r, instead of (2-8), which is now meaningless. The 
relative phases of states with different y' are fixed as before. 

Let us temporarily arrange the basic states ^(r; y'\ n') in a sequence 
. . . ) in some order or other. Then we can form states of the neutrino 
field in which there are neutnnos in n, in and so on (nj, nj, . . . = 0 or 
1), and these will form a complete orthogonal system for the neutrino field. 
The phases of these states can be fixed from the phases of \jr^, \jr^, ... (of. 
Jordan and Wigner 1928). f^et us call them W{ni,n^, . ). Wo define the 
amplitudes and their adjoints* (Z^,as follows 

oti^(ni,n ±ni*P{ni,n„ 

4 ¥^(«,.n,.....n<....) = n,+ l, ....), ( 4 - 1 ) 

where the ± depends on the n,, /tj. . in some way which need not concern 
us here (cf. Jordan and Wigner 1928) These amplitudes obey the com- 
mutation rules 

“0, I 

a^aj + «}«< = Jy. I 

Also, denoting by the operator which multiplies the state n,, . . . ) by 

the corresponding n<, we have 

a}a< = »j. ( 4 * 3 ) 

To each basic state there corresponds an amplitude a and its adjoint ct^. 
Let us denote the amplitudes corresponding to yjr^r, +l,n') by oj(n'), 
ojt(n') and those corresponding to i^(r\ — 1; n') by fl?(n'), a^in'). The upper 
index takes the values 1 , 2 according as y' = -f- 1 ory' = - 1 . The lower index 
refers to the value of the energy (//' = rh<o^), and the appropriate direction 
is written inside the parentheses. The commutation rules now read 
a^(n')o;(n')-f-aJ{n')a^{n') = 0, 

o#‘(n') asm’ll!') +olt(n')o'(n') = n"). ( 4 - 4 ) 

The amplitudes transform under a change of basis of the neutrino states 
like the representatives of a state. If we change the representation by 
rotating the vector a through an angle about n' (by which wo fix the phases 
in a different way), the representatives of a state change according to the law 
(r; -|-l;n'|)-»-(r; -|-l;n'|)~ - e-**®{r; + 1; n' |), 

(r; - 1; n' l)->(r; - 1; n' |)~ = e»«(r, - 1; n' |). 

* We here follow the terminology of the modem theory of Imear operators m using 
the term “adjomt” instead of Dirao’s “conjugate imaginary”. 



The amplitudes therefore transform under a rotation of a through an angle 
d about n' according to the law 

aj(n')->dj{n') = e-*"oJ(n'), 
a*(n')->o»(ii') = e*»a*rn'). 

If we denote the matrix 

by Y (components y^), this can be written in the form 

af(n')^Sf(n') = 2^*V^a|:(n'), 

S = St = P»%. (4-6) 


In § 6 we shall need to consider the convergence of certain infinite series. 
Wo must remember that we are dealing with states of the neutrino field in 
which almost all the states of positive energy are empty and almost all those 
of negative energy are full. Let us denote by 'f'x » of the neutrino field 
in which all the neutrino states with a positive index r greater than N are 
empty and all those with a negative index r less than - iV are full. We shall 
suppose that all actually occurring states of the neutrino field can be con- 
sidered as limits of sequences of such states with N tending to infinity We 
shall say that a series J/, converges to/if J/, converges 

We can temporarily drop the upper index from the amplitudes and also 
the label (n'). Then we have 


ojo^^v = 0 I 


r>N. 


(4-6) 


Multiplying these equations by a„ ol, respectively we find 

0 = = 0,(1 


0 = aUl-<»U<*M = »t'PN, 


i.e. 


«,n = 

ol,y^ = 




(4-60) 


Any series 
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converges provided it + 0; for if r is sufficiently largo is zero and 

if - r is sufficiently large aj IPy = - «r+fc®J s^ero. Thus only a finite 

number of terms differ from zero in therefore converges 

foraUJ^. 

We now calculate the sum of a very important series: 

^ (4-7) 

A casual analysis would lead one to sum this to zero by splitting it into the 
two series Zo+o,, ^ot+fca,+fc. which, however, both diverge We therefore 
proceed as follows 

00 .V 

2 («t«r-oUilOr+t) = lim 2 

r--® 

/-,U+fc-l M+k \ 

{ -Af+fc-1 M+k \ 

2 2 KOr) • 

-“f !tf+l I 

According to (4'6) the second term vanishes, the sum of the series is therelore 

k. 

A simple generalization of this series is 

this being summed over repeated (Ireek indices. The terms with n^v vamsh, 
leaving 

+ Aj, f 

= kK^, 

(4*8) 

6. Quantization op the radiation field 

Let us expand the electromagnetic field strengths in terms of progressive 
waves. To each value of the wave vector (n') there correspond two inde- 


The trace K) of the matrix K is tho sum of the diagonal elements. 
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pendent progressive waves, which we take to be the waves polemzed in the 
directions a andb, defined as before (pp. 257, 259): 

(M) 

The Tj,^ depend on n' as well as on k\ they satisfy the commutation 
relations (for the same n', for diffei-ent n' they all commute) 

= VkVi-VtVtc = ^’ 

ikVl~n\ik = ^^ 

^k^-^Hk-^u VkV\-^Uk-^ki ( 8 - 2 ) 

If we describe the radiation field in the language of photons the , rjif are 
to be identified with the quantized amplitudes corresponding to the states 
of the photon with energy momentum Wbcjn', and plane-polarized in 
the directions a, b resiiectively * These photon amplitudes are defined as 
follows: Let be a complete orthogonal system of states for a 

photon, and form the states ilfj, .,.) of the radiation field in which 
there are photons in the first state, Jf 2 in the second and so on (if,, if,, . . . 

«0, 1, 2, 3, ...). These form a complete orthogonal system of states for 
the field. We define the amplitude b^, and its adjoint b\ by the relations 

6,4>(ifi,if„ = if,-l,...), \ 

b\0{Mi,M„.. Mi,. .) = ^{Mi+\)0(Mi,Mi,...,Mi+\,...).f 
They obey the commutation laws 

bibf-bfbi = 0, I 

Denoting by if, the oiierator which multiplies (&(i/i,if2, ...) by the 
appropriate if, we have the relation 

b\bi = Mi. 

The commutation laws (6-2) are identical with (5-4) when we choose 
0,, 02, ... to be states of defimte momentum and plane-polarization and 
write St, i/t for the corresponding 5, 


Cf. Dirao (1930, Chap. xn). 
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If we take a different choice of the vector a, obtained by rotation from the 
original through an angle d about n (cf. p. 262), the vector must 

remain the same; therefore undergo the transformation 


Vk-*-Vk = - sin +008(97*./ 


(6-6) 


6. The ronxexion between radiation field and neutrino meld 


From equation (5-3) wo see that ojiorating on a state of the field, gives 
a state in which the number of photons utih momentum I'A/rpn', polarization 
a, IS less by one. According to Jordan’s hypothesis this moans a state which 
differs from the original by a neutrino travelling in the direction n' having 
made a transition to a state in which the momentum differs by —khKgti'. 
To make this definite, suppose the original state i/' to be one in which there 
are n^(n') neutrinos in each state ((r, A, n') (n^(n') = 0 or 1 ). Then is a 
linear combination of states with the same occupation numbers 

»J(n') except for two, say n>“(n'), which are changed to n^{n')+ 1 

and n;^.*(n') - 1 respectively Such a state can be written (wo drop the n') 

The most general expression for is therefore 

At this point we make the assumption that the “matnx element” 
A^{ 8 , 8 + k) for the transition of a neutrino from the state « + !■ to the state a 
is independent of the number of neutrinos present in other states This is a 
stronger form of the assumption concerning the absencto of direct enupling 
between the neutrinos than we have heretofore used. The coefficients 
A^(«,« + ifc) are then the same for all states W; wo can therefore write the 
expression for and similarly for 7*, in the form 




(61) 


Here, os in future, we sum over repeated Greek indices without indicating 
it explicitly. 

If we take the variation with time into account, is proportional to 
and to hence 7* are proportional to this is the 
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law of variation with time given by Maxwell’s equations. The relation (6*1) 
will therefore load to Maxwell’s equations for the field. It will thus give a 
correct account of radiation phenomena if it satisfies the commutation rules 
(5'2) and is independent of the choice of a. 

Equation (6*1 ) must still hold if we substitute in it the values of r}ic, 
af^, referred to a choice of a differing by a rotation through d about n' 
(equations (4-5) and (5'5))‘ 

coB(?gi + Hin^jt = 2 

-sm(9^t + co8% = 2 

S = e-»*^, Stx=e‘<"r. 

This must hold for all values of 6, but since the rotations form a group it is 
sufficient if it holds for infinitesimal rotations. Differentiating with respect 
to 0 and evaluating for 0^0, therefore, w'e find, after suitably renaming 
the dummy indices, 


g* 


r + k)y„- B„,(r, r + fr )} o"r+fc- 


Comparing with (0’1) we obtain 

2B^,{r, /■ + A) = - r + lc)y^- y^AJx, r + k)}, | 

2A^,{r,r-^l:) = i{B^Ar.r+k)y^-y^^B„(r,r + k)}. I 

This is more simply expressed in matnx notation, as on p. 262, 
2iB(r,r + i) = A(r,r + i')Y-YA(r,r + ifc),| 
-2iA(r,r + t) = B(r,r+jfc) Y-YB(r,r + i)./ 

It follows that A(r, r + k) and B(r, r+k) have the form 


( 0 - 2 ) 


(6-3) 


A(r,r + it) 


/O, M(r,r + ife)\ 

■ \«(r,r+ifc), 0/’ 




^ + k)\ 

I, 0/’ 


the u(r, r + k), v{r, r+i) being numerical coefficients. The neutrinos there- 
fore make transitions only to states of opjiosite spin; this agrees with our 
previous deductions trem the balance of angular momentum. 
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The coefficients u(r, a), t){r, «) are only defined for « > r; we are therefore 
at hberty to extend the definition for « < r by means of the relations 

u{a, r) = v{r, a), 
v(a, r) = u(r, a). 


The advantage of this is that we can express A and B in terms of the u’s 
alone 


(0, in(r,s)\ 
\-iu(a,r), 0/ 


It is also consistent with this notation to write 


A(s,r) = A*(r,a), 
B(a,r) = Bt(r,»). 


We have now to require that should satisfy the commutation rules 
(5- 2). Fortunately it is sufficient to consider only the o(iuation 

(this is one of the equations (6-2)) in order to show that these cannot be 
satisfied simultaneously with (6*4). For 

ikVl -vUk = + 

- « + *) /-.(»•. »• + *) ®?+k} 

"12 »• + *) «) 


"22 r + k) B„(a + k , «) S„ - k V) 


i.Ji^^Ar>r+h)B„(r-vk,r)a!f^a* 

- r) i4„(r, r + A:) afl* a'+t} . 

When we substitute the values 0*4 for the components B^, we see 
that only those terms survive for which /i = v and thus the reduces to 
n(. In fact we have 

^kVt-vUk = -il {«(»•. r + k) tt(r, r + *) (nj - »»»+*) 

+ tt(r + k, r) u{r + k, r) (nj+fc - n* )}. 

This can only vanish if the coefficient of each n], n* vanishes separately. 
I.e. if 

|it(«,« + Jfc)|» + |tt(s,«-jfc)|* = 0, 

|tt(« + ifc,a)|*+ltt(s-ifc,e)i»-0. 
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The quantities occurring in these equations are essentially non-negative; 
each miut therefore vanish separately; 

u(r,r + k) = u(r+k,r) = 0. 

This gives = 0; 

this, however, is inconsistent with (6‘2). The conditions can therefore not be 
satisfied 

Because of its generality, it is a little difficult to see through the fore- 
going argument, and it is of interest to start from a more special form for 
in order to illustrate the nature of the failure. In the one-dimensional 
model, where are replaced by one amplitude and a^, by a,., the 
relation between and a, is (Bom and Nagendra Nath 19360, equation (37)) 

f>k = 

From this it is plausible to sujqiose that the A^,{r, r +• ifc), B^{r,r + k) are in 
fact independent of r and contain k only as I 

Vk = 

We shall see that by suitably choosing the matrices A, B we can satisfy the 
commutation rules (5'2), but that then it is impossible to satisfy (6*3). 

As an example wo calculate —ii \ Let us write = -Sro-: 

mM-vUk) = 

- (^r 

Those terms which are products of four amplitudes cancel out, and owing 
to the we can replace the double sum by a single sum: 

= A^BUl{apU;^,_,9„-afl,a;,k^r) 


( 6 - 6 ) 
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If 2; 4< 2 we can split this up into the diiference of two series: 

for these two series converge. This can be rewritten as 

A necessary and sufficient condition fur this to vanish is 


If it s 1 we cannot split the series into two parts, for the scries in (6-6) 
diverge, but we can use the result (4-8). 

Hence = 0. 

A similar investigation for the remaining products leads to the result that 
A, At, B, Bt must all commute, and 

7;(AAt) = !r,(BBt) = 1, 

7;(ABt) « 0. (6-8) 

Two examples of matnees satisfying these conditions may be quoted 
First, those studied by Nagendra Nath (1936, equation (10))* 




Second, those which occur in Kronig’s theory (1936, equation (37))* 




A simple algebraic argument shows that matnees satisfying (6-8) cannot 
satisfy the invariance condition (9'3): 

2iB = Ay-yA, 

-2iA= By-yB. 

For eliminating B from these equations 

4 A = y*A - 2yA Y + Ay* 

= 2A-2yAy, 


A + yAy = 0. 

* Their notation is different ; when put into the present notation their results reduce 
to this. 
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Multiplying on the left by y 

YA+Ay = 0. 

8inoo Y 18 Hermitisn we also have, on taking the adjoint of tins, 

YAt+AiY = 0. 

From the first of the equations (6-3) 

B = iyA. 

But by (6-8), Al and B commute with one another, hence 
0= BAt-AiB 
= {(yAAi-AlyA) 

= »(YAAt + YAiA). 

Multiplying by — ty AA1 + A+A = 0, 

i.e. T,(AA1) = r,(AtA) =. 0, 

which contradicts (6'8). 

I am indebted to Professors J. v. Neumann, P. Jordan and R. de L. 
Kronig and to Mr N. S. Nagendra Nath for helpful discussion. 

SUHMABY 

This paper brmgs to light a grave difficulty for the neutrino theory of 
hght. Startmg from assumptions about the neutrino sufficiently general 
to include the models 'nhich have been studied by Jonlan, Kromg and 
others (with the exception of Scherzer’s attempt, which is not strictly a 
neutrino theory), and working with the amplitudes of the second quanti- 
zation as the most suitable mathematical apparatus, one sets up the most 
general theory consistent with Jordan’s hypothesis. The conditions under 
which this will lead to a satisfactory theory of light are (1) that certain 
commutation rules be satisfied, (2) that the theory be invariant under a 
change of co-ordinate system. In order to study the second of these it has 
been necessary to analyse rather carefully the transformation of the am- 
plitudes under certain types of rotation and this reveals an arbitrariness 
in the choice of certain phases. A condition for the invariance of the theory 
is that the results bo independent of the way m which these phases are 
chosen. 
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From this point onward a straightforward analysis loads to the result 
that the conditions cannot be satisfied simultaneously. The invariance 
requires that the neutrino which interacts with the atom should reverse 
its spin, a result which could also be derived from considerations of the 
conservation of angular momentum, and an essentially simple though 
rather tedious calculation shows this to ho inconsistent with the com- 
mutation rules. 

The introduction gives an account of the aims ol the neutrino theory of 
light, the problems which it meets and the attempts that have been made 
to solve them. 
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[Platoa 3. 4] 

In the near ultra-violet the absorption spectrum of sulphur dioxide has 
been investigated to a greater extent than that of any other triatomio 
molecule. The excellent work of Clemente (1935) on the temperature 
dependence of the bands has enabled the Pq upper state to be de- 

finitely fixed. It has resulted in a satisfactory analysis of the so-called low- 
frequency system (i.e. bands appearing at high pressures which are due to 
transitions from various initial vibratmg states), and has yielded a plausible 
arrangement of part of the high-frequeney system (bands appearing at low 
pressures and temperatures, and probably corresponding to transitions 
from vibrationless ground states to the various vibrational levels of the 
upper state). Asundi and Samuel (1935) have put forward an alternative 
analysis of these bands, but we do not favour it on the grounds that it 
disregards the results of temperature experiments, contains many violations 
of Herzberg and Teller’s selection rules (1933)1 and interprets several strong 
bands as transitions from imtial vibrational states in spite of prohibitive 
Boltzmann factors A photograph of the spectrum is shownm fig. l6,Plate3. 
The bands are very strong and appear at pressures of about 1/2 mm. in a 
path length of 1 m A nother system several times stronger than the previous 
one starts in the legion of 2360 A. It has been investigated by several experi- 
menters, but the only attempt at an uialysis has been made by Chow 
(*933«» ft)* One of the difilculties that has troubled previous experimenters 
is that the bands continue to shorter wave-lengths past the transmission 
limit of quartz, and thus go outside the range of their instruments. We have 
therefore photographed the bands with a vacuum grating spectrograph, 
and in this way have obtained the absorption spectrum of sulphur dioxide 
down to about 1000 A. The technique used in obtaining the absorption 
spectra has been described previously (Collins and Price 1934). The Lyman 
continuum was employed as the continuous background against which the 
absorption was observed. 
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A photograph of the 2860-1800 A systMo of bande ie given in fig. la, 
Plate 8- They axe ahaded towards the red, and many of them possess more 
than a single head. As far down as 1960 A some degree of regularity is 
apparent in the speotrum.t Beyond this the bands depart fixim a regular 
spiking, and tend to split up into several components in a rather peculiar 
way. Between 2300 and 1960 A we find about twenty bands forming a 
progression with an average spacing of 380 cm.-^ (see Table I). The separa- 
tion between consecutive members, which is taken between the centres of 
gravity of the various bands, is found to remain constant within quite 
narrow limits. After trying to fit the bands into many alternative schemes 
it has been concluded that a simple progression with a 380 cm.-^ difference 
accounts most satisfactorily for all the strong bands which apjicar in this 
region. The separation 380 cm. ^ most probably corresponds to the de- 
formation frequency v^, which has a value of -624 cm in the ground 
state. It shows little tendency to fall off to a smaller value in going to 
shorter wave-lengths, and as the work of Clements (1935). I.iotmar (1933), 
and Chow (1933 a, b) indicates that the anharmonie constant for the 
624 cm.“^ fi?equency is extremely small, the similar behaviour shown by 
the 380 difference would seem to lend support to the suggestion that it also 
corresponds to the mode of vibration. On account of the irregularities 
and the extremely small value of the anharmonie constant no attempt has 
been mcule to express the bands by a formula Temperature variation 
experiments, which will be published separately, indicate that the 
43,100 cm.~^ band is the first member of the pnigression. 

There are two main difficulties which the above interpretation of the 
bonds encounters. The first is that there is a periodic fluctuation in the 
intensity of the bands. Starting with the band at 2206 A, and proceeding 
to shorter wove-lengths, the intensity of the main members gradually in- 
creases up to the fourth and then drops suddenly to the fifth. Subsequently 
it rises again to the eighth, and drops at the ninth. There is a further rise to 
the twelfth, and drop at the thirteenth, and this is repeated at the sixteenth 
and seventeenth bands respectively Now all these strong bands almost 
certainly originate on the vibrationless ground state. If the bands form a 
single progression, it might be expected from analogy with the diatomic 
case, using the Franck-Condon principle, that the intensity of the bands 
would increase uniformly to a maximum, and die away on either side of 

f We do not find any very definite evidence for the sudden onset of prediseoowtion 
St this wave-length as reported by Hwri (1931). Certainly there is some general 
difftae n ees, but the innrnnsn in multipboity and the departure fiom regularity are the 
most striUng features of these shorter wave-length bands. 
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this. However, if the transition probabilities are worked out by wave 
meohanioai methods, it can be predicted that subsidiary maxima may 
accompany the main one (Hutchisson 1930, 1931)- This is found to occur 
for instance in the Dieke and Hopfield bands of hydrogen. The peculiar 
intensity fluctuations may therefore have some explanation on such a basis. 
Other more likely causes will be discussed later. 


Tablk I. Frkqukncibs in thk 380 cm.-* progbkssion of thb 



2300-1800 A SYHTiiM IN so 

1 


/ 

v cm.-’ 

Av oni. 

-» I 

vcm-’ 

Av om,”‘ 

0 

43.100 

_ 

7 

47,220 

380 

1 

43,470 

370 

9 

47.690 Af 

370 

1 

43,840 

370 

0 

47,080 Af 

390 

1 

44.220 

380 

7 

48,366 

376 

2 

44,600 

380 

0 

48,730 

376 

.3 

44,080 

380 

9 

40,120 

390 

5 

46,3S0Af 

370 

10 

40,600 Af 

380 

7 

46,740 

390 

10 

40,890 

300 

8 

46,110 

370 

10 

60,280 

390 

8 

46,470 

360 

10 

60,670 

390 

5 

46,840 M 

370 

10 

61,030 

360 



Ms 

mean values 




The second difficulty is that the internal structure of the mdividual bands 
varies considerably This gives rise to some apparent irregularities in the 
meMurod spacing. Some of the bands are double, while others seem to 
possess only a single head though the structure is not in general so simple as 
this remark would imply. The sulphur dioxide molecule is an asymmetnc 
top rotator, and the bands belonging to it should therefore be expected to 
have a complicated rotational structure which will depend to some extent 
on the vibrational state of the molecule. Wo have found it misleading to 
compare the structures of two bonds which appear on the same plate with 
very different intensities. In fact, if these bands are examined on two 
plates, which are taken at such pressures that the weaker band on the 
high-pressure plate appears at the same strength as the stronger band on 
the low-pressure plate, then it is generally found that the difference in 
structure is not nearly so marked. 

Chow in his analysis has resorted to the device of splitting up the system 
into three neighbouring electronic states in order to arrange the bands. 
However, we consider it desirable, for reasons which will be apparent later 
when the bands are compared to those at longer wave-lengths and to 
similar systems in carbon disulphide, to interpret them as a single system. 
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Minor irregularities in the separations and structures are explained as due 
to the influence of neighbouring states. Clements (1935) uses such an 
explanation to account for the deviations which occur in his »',(220cm.“^) 
progression. In referring to the disturbance in the neighbourhood of the 
band “O”, he states that “perhaps this is due to an interaction of the 
normal modes of vibration m the upper state, since and and even 
multiples of v, belong to the same representation of the symmetry group”. 
With increasing amiilitudes of the molecule conespondmg to the higher 
vibrational quantum numbers, the interaction may be supposed to increase, 
so that this explanation may be called upon to account for the much greater 
irregularities which occur around 2600 A. The breadth and diifuseness of 
the bands in the region 2800-2600 A has betm tentatively attributed by 
Franck, S|xmer and Teller (1932) to collision broadening, they pointed out 
that energy considerations prevented it from being due to predissociation. 
The chief difficulty with their explanation is that it requires the molecule 
in the excited state to have a collision radius 16 times greater than in its 
normal state. 

The short wave-length bands of the 2300-1800 A system behave in a 
rather similar way to the corresponding members of the 3300-2600 A 
system. It would clearly be advantageous to have a common explanation 
for both, especially as the corresponding bands in carbon disulphide also 
seem to exhibit the same kind of iieculiarity. It has been remarked by 
Mulliken that there must be considerable interaction Ixstwoen the various 
modes of vibration of a ixilyatomic molecule, and that the variables re- 
ferring to the normal modes cannot in general be completely separable. 
Effects resulting from this will become increasmgly important with the 
increase in the number of vibrational quanta present. Any particular 
vibrational band A of an electronic state ui a ]X)lyatoniic molecule is liable 
to be perturbed by a state B provided the symmetries of the vibromc wave 
functions of both states belong to the same species (Mulliken 1937). 
B would, of course, be built up from a different combination of the proper 
frequencies of the electronic state and the magnitude of the jierturbation 
would depend on the proximity of the energy values of A and B. Such a 
perturbation could bo used to account for the variation in intensity ob- 
served among the lower members. For example, let us consider a poly- 
atomic molecule which has a low vibrational frequency (e.g. 300 om.“^) the 
others being high (1000 cm.~^) and for simplicity further assume that both 
300 and 1000 cm.~^ frequencies are totally symmetrical. In a long pro- 
gression of the 300 frequency, one might expect the tenth member to be 
perturbed by the third member of the .1000 frequency, provided that the 
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anharmonio constants were not too large. If the higher finequenoy hap- 
pened to be roughly a multiple of the lower one, in this ease for example 
900 or 1200 cm.-^, then a periodic perturbation would be apparent in the 
progression of the smaller vibration. Thus the variation in intensity with 
every fourth member in the 2300-1800 A system may be due to a perturbing 
frequency in the upper state of about 1500 cm."^, which belongs to the 
same vibrational species as e.g. probably I'j. Similarly, it seems possible 
that the 1320 em.'i upper state frequency of Clements (1935) arises from 
a regular perturbation frequency of this magnitude rather than fifom one 
which is really present in the spectrum. If this is not so, it is necessary to 
assume that the 1320 is an exact multiple of the 220 om.-^ frequency, in the 
same way that it would be necessary for one frequency to be four times the 
other to account for the periodicity of the 2300-1800 A system. The much 
more violent disturbances which occur below 1950 A in the latter system 
may result from the fact that for such high vibrational states more 
combinations of the normal frequencies can have energy values laying close 
to the unperturbed state, and are thus able to affect it. Such an explana- 
tion might well account for the complexities of the short wave-length bands 
of both the 3300-2600 A and the 230b- 1 850 A systems. 

The assignment of both the 220 cm.-* difference in the 3300-2600 A 
system and the 380 cm -* difference in the 2300-1850 A system to the angle 
vibration of sulphur dioxide, can be supported to some extent by the 
consideration of a simplified potential energy diagram. Possible U jO curves 
for the ground, first excited and second excited states of sulphur dioxide 
are shown schematically in fig. 2, 6 bemg the OSO angle. To obtain some 
idea of the absorption speotrum arising from transitions between the 
lowest level of the ground state vertical lines a, b, c, and a, /?, 7 are drawn 
from euc (the zero point energy J»»,) cutting the upper {lotential curves in 
bfi and ey. The vertical distances between b and fi, and c and 7 give a 
measure of the frequency range over which the absorption spectrum is 
likely to extend. It can be seen from the figure that a much greater fre- 
quency spread is to be expected for the state in which the vibration fre- 
quency is little diminished, than for that in which it is considerably 
reduoed.f The 3300-2600 A system in which y, has fallen to the low value 
of 220 cm.-* has a frequency range of only 6000 cm.-*; on the other hand, 
the 2300-1860 A system extends over the much greater spread of 
13,000 cm.-*. It therefore appears that the correlation of the 220 and 

t The above argument u only valid when the potential curves of both the upper 
states have changed oonsiderably from that of the ground state. This seems oertainly 
to be true in the case under discussion. 
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380 cm.~^ frequencies is supported in some measure by the frequency range 
over which their respective states extend. 

The probable explanation of the origin of the bands seems to be that they 
are due to the transitions of a relatively non-bonding electron localised on 
an oxygen atom (i e. the “lone pair” 2p^) into excitetl orbitals which are 
anti-bonding in that they weaken the angular restoring forces.! Since the 
excited orbital of the longer wave-length sjrstem is not so attenuated as that 
of the shorter wave-length system, but is closer in and concentrated between 



the atoms, its anti-bonding power is likely to be the larger one, if all the 
other factors are the same. A similar explanation seems to account for the 
breadths of the analogous systems in carbon disulphide. MuUiken’s dis- 
cussion of the electronic structure of sulphur dioxide (Mulliken 1935c) 
shows that the most loosely bound electrons are slightly anti-bonding and 
would, in fact, be strongly so were it not for the triangular configuration of 
the molecule. The preference is given to the non-bonding electrons as 
originators of the absorption, because of the apparent absence of strongly 
excited valence frequencies in the upper state. The alternative explanation 
that the excitation is that of a bonding (valence) electron to an anti- 
bonding orbital, after the manner of the Schumann-Runge bands of 
oxygen, would probably have to be applied if the molecule happened to be 
linear. 

The OSO angle as determined in the ground state from electron diffiraction 
measurements is 124 ± 16° (Brockway 1936). Jonescu (1933) from a partial 
t This does not necessarily mean that mcroases. 
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rotational analysis reports the OSO angle in the iirst excited state to be 
96°. This computation assumes that the SO distances are not greatly 
altered by the excitation. Such an eussumption could not in general be valid. 
However, according to the proposed analysis the so-called valence vibra- 
tions do not appear strongly in the spectrum This suggests that the valence 
fields are not much changed by the excitation, and Jonescu’s assumptions 
might be expected to hold roughly. Certainly the fact that he is able to 
deduce the OSO angle in the ground state to be 120° supports them to some 
extent. It can be further tested by the following rough calculation. If we 
take the number of v, quanta contained in the range between the Vg and the 
intensity maximum of the system it is possible to calculate an approxunate 
value of the change in the angle. On the Pranck-Condon principle the 
intensity maximum of the absorption bands corresponds to a transition to 
a vibrating upper state in which the greatest, or least angle attained is 
equal to that in the non-vibrating ground state Assuming (I) a parabolic 
UjO curve, (II) that the SO distances are not greatly changed by the 
excitation, (III) that the angle vibration in the upper state has a frequency 
of 220 cm (IV) that the distance between I'g (31,045) and the intensity 
maximum is 3300 cm ^ (i e about 16v,), the change in the angle works out 
to be approximately 28°, a result which is in good agreement with that 
suggested by Jonescu (24°). Using similar assumptions for the 2000 A 
system the change in angle works out to be about 22°. 

One of the most definite characteristics of both the 3000 and 2000 A 
8)^tem8 of sulphur dioxide is that they are shaded towards the red. For 
molecules of the asymmetric top type, it is not in general possible to draw 
any conclusion concerning the change of a particular moment of inertia 
from this fact, without a more detailed analysis of the structure, such as has 
presumably been carried out by Jonescu. However, since the moments of 
inertia of sulphur dioxide in the normal state are roughly 12, 73, and 
85 X 10-“ g.cm *, it can be regarde<l approximately as a symmetrical top 
rotator, in which one moment of inertia is very considerably less than the 
other two. The gross structure in this cose would be expected to consist of 
a number of subheads. The subheads themselves would be sheided in the 
direction suggested by the change of the large moments of inertia, while the 
shading of the gross structure would refer to the change in the small 
moment of mertia. Inspection of the sulphur dioxide bands (both of the 
3000 and the 2000 A systems) indicates the presence of subheads, which are 
frequently very narrow and for which the direction of shading cannot 
usually be specified with certainty. The gross structure is, however, 
definitely shaded towards the red. Thus it would appear that the small 
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moment of inertia ia increased by the excitation. This is most probably 
explained as a diminution in the OSO angle, in accordance with the 
calculations of Jonescu. 

On the short wave-length side of the 2300-1850 A bands there is a region 
of transpcuency. Below 1600 A we come to the next electronic system. 
This consists of three rather weak diffuse bands, whose approximate wave- 
lengths are 1673, 1568, and 1520 A. It is difficult to know whether to class 
these bands with those at longer wave-lengths as having their upper states 
represented by anti-bonding orbitals, or to group them with the bands at 
still shorter wave-lengths, which are of a Rydberg type. The former 
interpretation is considered to be the most likely one. It should also be 
mentioned that in the region 2700-2400 A, there seems to be evidence of a 
separate electronic transition. If this is so, then it would apijear that 
sulphur dioxide has at least four electronic transitions above 1600 A. 

The bands in sulphur dioxide, which might be regarded as resonance 
bands approaching the ionization |K>tential, occur below 1360 A They have 
a complicated appearance and comparatively little can be done with the 
component bands of the mdividual electronic states This complexity may 
possibly result from strong resonance between OKO* and 0*SO, which is 
likely to disturb some of the higher excited states. In spite of this, it is 
fairly easy to pick out the regions of absorption corresjionding to separate 
electronic transitions For instance, the bands between 1350 and 1308 A 
obviously correspond to a different electronic transition from those between 
1280 and 1240 A, both on account of their apjiearance, and of the well- 
defined break in the absorption The comparatively narrow frequency 
spread of the electromc states indicates that an electron of not very large 
bonding, or anti -bonding power is being reraovetl Between 1216 and 1 1 40 A 
there is a wide region of transparency, after which there appears a set of 
weaker bands. It is almost certain that these bands are the successive 
Rydberg members of a series starting with the absorption in the 1350- 
1216 A region, especially as still weaker bands corresjionding to the higher 
members of such a set apjiear at shorter wave-lengths. A rough Rydberg 
extrapolation indicates that the ionization of the molecule wrill occur at 
12*06 ± 0*05 V. This is supported by the fact that the regions of absorption 
of the bands of sulphur dioxide occur a little to the long wave-length side of 
the corresponding ones in water.f (Absorption also assumed to arise from 
transitions between orbitals, which are closely atomic (non-bonding) in 
character.) The extrapolation of the Rydberg series in water leads to an 

t Similantitis can bo traced between the AB senes m water, and the observed boods 
m sulphur dioxide. 
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ionization potential of 12*66 V (Price 1936a). A value of 12*06 V for the 
ionization potential of sulphur dioxide is therefore in agreement with its, 
spectrum. The electron impact value of 13*1 ±0*3 V (Smyth and Mueller 
1933) seems a little high. There is no doubt that this ionization potential 
corresponds to the removal of an electron which has little bonding power,, 
and which is roughly a 2po electron The predicted value for such w 
electron is 14*7 V (Mulliken 1934). Part of the discrepancy is to be attri- 
buted to the OSO polarity (dipole moment 1*6 i)), the accumulation of 
negative charge in the oxygen atoms reducing the ionization potentials of 
the electrons localized on them. Part of it, liowever, is probably a result of 
the electron retaining a certain amount of the anti-bonding power, which 
it would possess in a very marked d^ree, if the molecule were linear 
(Mulliken 19356). The electron configuration of molecules having sixteen 
outer electrons (e g. COj, CS, and NjO in their normal states) consists in a 
set of firmly hound closed shells, giving a chemically saturated structure 
like that of N,. Additional electrons introduced into such a structure, in an 
attempt to get the configuration of NO* (one more) or 80|, Cl^O, O3 (two 
more), would have to go into anti-bonding orbitals, as in the somewhat 
similar diatomic cases of NO and O3 However, as Mulliken has pointed out, 
the triatomio molecules given above avoid this by assummg a triangular 
form, and in this way acquire a different set of orbitals. In the triangular 
configuration, it seems that the additional electrons have relatively little 
anti-bonding power, since, at least for SO„ the diminution in the ionization 
potential is not very much greater than that which might be expected from 
charge transfer effects alone. 


ThK absorption MPKCTRim OF CARBON mSULPHIDR 

The absorjition spectrum of carbon disulphide, though it differs m many 
of its fundamental characteristics fhmi that of sulphur dioxide, has never- 
theless several important features in common with it. These are paiidou- 
larly prominent for the bands lying at wave-lengths greater than 1800 A. 
The first moderately intense electronic absorption of carbon disulphide 
occurs at 3600-2900 A, see fig. 3c, Plate 4. It appears strongly only when 
pressures greater than several centimetres are used, the }iath length being 
*-1 m. This is much weaker than the corresponding system in sulphur 
dioxide (probably by a factor of 50). Mulliken (19350) has tentatively 
assigned this system to a certain forbidden transition, stating that it 
becomes allowed because of the possibility of the molecule assuming a 
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triangular form in the excited state. The selection rules for the symmetry 
Dood ^ replaced by those of C^, and the transition becomes possible 
as in the case of sulphur dioxide. The appearance of the spectrum is more 
complicated than that of sulphur dioxide, and its analysis has not yet been 
satisfactorily accomplished. 

A much more intense system occurs at shorter wave-lengths, see fig. 3 o, 
Plate 4. In the region 2200-1800 A there is a considerable degree of 
regularity apparent among the bands. In8]iection of the small photograph 
(Fig. 3d) indicates the presence of a many membered vibrational progres- 
sion, which rapidly widens with increase in pressure. (These photographs 
W’ere taken on a small exploratory H|)ectrograph, and serve mainly to give 
a bird’s eye view of the spectrum, and to show its variation with pressure.) 
It can be seen from the high dispersion picture that each band is really 
built up from many components, the band at 2080 A, for example, shows 
several heads Their narrowness is in part accounted for by the very large 
moment of inertia of carbon disulphide. Of all the possible explanations for 
the multiplicity of these bands, we consider that the best is that they are 
due to a rotational structure, which arises as a result of the molecule 
becoming very slightly bent in the upper state, and thus acquiring one 
relatively low moment of inertia It may be mentioned here that the 
separation of the heads is about 4U cm and that the structure as a whole 
appears to be shaded towards the red This is compatible with the hypo- 
thesis that the molecule is bent through an angle of two or three degrees as 
a result of the excitation A similar explanation will be given later to 
account for the structure of the band at 1600 A. 

The advance of the 2200-1860 A progression towards longer wave- 
lengths with increase in pressure is at first quite rapid, and it reaches 
2160 A with pressures of 0-5 mm. and aim. path length. To extend the 
absorption further requires much higher pressures. At 40 cm the bands 
can be followeti as far as 2300 A, and the system shows signs of continuing 
still further As in the case of sulphur dioxide, it was found that when the 
centres of gravity of the bands are taken, the gross structure forms a fairly 
good progression with only shght variations in the fiequenoy separations of 
consecutive members Their frequencies are given in Table II, the 
46,060 cm.~^ band is indicated as the first member by temperature variation 
experiments. It is even more certain in this case, than in that of sulphur 
dioxide, that we are deahng with a single electronic upper state, and with 
a vibrational progression involving only one type of vibration. The fre- 
quency difference is found to be about 410 cm.~^ (varying between 390 and 
430 om.~^). This is undoubtedly to be assigned to the symmetrical valence 
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frequency v,, wMch has a value of 666*5 cm.~^ in the ground state. The 
reasons for this assignment are as follows: the appearance of the spectrum 
indicates that, as a result of the excitation, there has been a change in the 
vibration frequency ; this is almost certainly a diminution. From the fact 
that the bands api>ear at such low pressures, it is certain that the electronic 
transition is an allowed one. The selection rules then permit only the totally 
symmetrical vibration frequencies to appear in absorption from the 
vibrationloss ground state. As the only totally symmetrical frequency in 
carbon disulphide is both the diminution in the frequency, and the 
selection rules point to this assignment for our 410 cm.~* separation. The 
absence of periodic fluctuations in the intensity of the bands is probably to 
be connected with the fact that neither of the other two vibrations of the 
molecule has the correct symmetry for causing such a perturbation. Some 
sixteen bands are included in the progression, which extends over a range 
of more than 10,0(M) cm.~*. This range is considerably greater than that of 
the near ultra-violot system, which at pressures of several centimetres 
covers only 6000-7(KK) cm."*. Great increase m pressure will extend the 
latter system by about 1000 cm."*, but this is, of course, largely a result of 
transitions from the vibrating ground states. The same arguments apply 
here as were put forward for sulphur dioxide, to suggest that the *' 3000 A ” 
bands correspond to a greater anti-bonding effect and to lower vibrating 
frequencies than the ‘ ‘ 2000 A ” bands. Since all authors who have attempted 
to analyse the near ultra-violet system have found evidence of a frequency 
of about 260 cm."*, it seems iiossible that this corresponds to Vj in the 
excited state (Wilson 1929, Watson and Parker 1931a, 6; Jenkins 1929). 
However, from the complicated appearance of the sfiectrum, it is certain 
that more than one upiier state frequency is strongly excited, and therefore 
no definite statement can be made until a complete analysis of the spectrum 
is forthcoming. It should be pointed out that if the molecule is bent in this 
excited state, as appears likely from electronic selection rules (Mulliken 
1935 c), and also from the probable appearance of more than one upper state 
frequency, then the angle through which it is bent is fairly large (~10“), as 
the narrowness of the bands indicates a high moment of inertia. However, 
this argument would not hold if the change in electric moment were along 
the SCS axis. The wide rotational structure of the 2000 A, 1600 A and 
possibly other systems indicates that the change in electric moment in- 
volved in these transitions is perpendicular to the SCS axis. 

Proceeding to shorter wave-lengths, it is most noticeable that the strong 
band at 1818 A differs in type from the preceding ones. Since it is obviously 
unaccompanied by any vibrational structure, it must be assigned to a 
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transition between non-bonding atomic orbitals (possibly 3p->-4«). Though 
somewhat diffuse, it resolves itself at low pressures into two components 
(AlSlS'l and 1811'7 A). A similar band occurs at 1600 A where the non- 
bonding type is even more striking. 
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830 



10 D 

68,170 

860 



ODD 

69,000 

830 



2DD 

69,820 

820 



IDD 

60,640 

820 



ODD 

61,420 

780 



To the short wave-length side of the band at 1800 A appear three weak 
bands, see fig. 3a, Plate 4. These form a progression with a frequency 
separation ~830om.~' With considerable increases in pressure more 
members appear, and it was found possible to measure seven in all, on very 
high pressure plates. As it seems probable that the vibration frequency to 
which this separation corresponds has been diminished by the excitation, 
it might conceivably be the v, type, which has a value of 1624 cm.-^ in the 
ground state. The objection to this interpretation is that this particular 
vibration is not a totally symmetrical one. However, it is conceivable that 
it might be allowed to appear because of dissymetry caused by the excita- 
tion SCS to SCS*. This will be explained later, when a similar vibration 
associated with the band at 1600 A is discussed. The possibility that the 
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bands may be due to CS formed by photodiaaooiation, or even to small 
traces of COS impurity, cannot be entirely ruled out. 

The strong band which occurs at 1600 A is probably the most interesting 
in the whole spectrum. Since only very weak bands occur in the range 
± 2000 cm.-^ on either side of this band, it must obviously be assigned to 
the excitation of a non-bonding electron. That this electron is extremely 
non-bonding (i.e. the transition approximates to one between atomic 
orbitals) is shown by the faintness of the accompanying vibration bands on 
the short wave-length side. The band towards longer wave-lengths arises as 
a transition from a vibrating ground state, and its intensity is therefore 
governed by the appropriate Boltzmann factor. The wave number separa- 
tion of the centres of gravity of this band and the main one is 660 cm.~^, 
which corresponds to a transition from the Vj {666*6 cm.~^) vibration from 
the ground state. A transition from the lower frequency Vj (306-R cm.~^) is 
nut observed, as it is forbidden by selection rules. A band 2Vf might be 
expected, but apparently the Boltzmann factor prevents its appearing. To 
the short wave-length side of the main band, and separated from it by 
660cm.“^, there occurs another weak band. This separation must un- 
doubtedly correspond to a vibration of the Vj in the upper states, an 
assignment which is in agreement both with the vibrational selection rules, 
and with the fact that the electronic excitation is that of a non-bonding 
electron (I'j changes only from 680 to 660 cm,~*, i.e. 10 cm "i, as a rosult of 
an electron jump of nearly 8 electron volts, or 63,000 cm.“^). A still weaker 
band appears at 1 677 A, separated from the main band by about 1870 om.“^. 
This probably corresponds to the frequency Vg, 1623 cm.-^ in the ground 
state. While ordinarily it would be a forbidden transition, it seems to 
appear as a result of the dissymmetry induced in the molecule by the 
excitation (8CS to SC8*). This makes the symmetries of and v, equivalent 
as for example in SCO, where the analogous vibrations appear both in 
Raman spectra and the infra-red. 

One of the puzzling features of the bands of this group is their well- 
resolved structure. They are composed of a number of very narrow heads 
(some of which are doublets dv~21 om,“^) whose frequencies can be 
determined accurately to two or three wave numbers. There are two 
possible explanations for this structure: firstly it might be caused by 
transitions from initial vibrating states which retained their original type of 
vibrational quanta in the excited state. The slight modification in the value 
of the frequencies in the upper state will cause a displacement of the bands 
relative to the corresponding ones arising from a vibrationless ground state. 
Such transitions should be relatively weak, and cannot account for the 
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fact that both the band at 1590 and that at 1577 A have two equally intense 
heads as their main components. Further, if the expUnation is so simple, 
the two strongest members of the 1612 and 1595 A bands should be 
separated by exactly 666-6 cm.-‘, whereas no two components have been 
found with exactly this difference. Our frequency of 650 om.-^ was found 
by averaging over each band. The second, and probably the correct, 
explanation is that the structure is rotational in origin. If the molecule 
becomes very slightly bent in the upper state it can, in thip way, acquire a 
sufficiently low moment of inertia to give a wide rotational spacing. The 
observed separations are ~ 70 cm.“^, such as would occur if the carbon 
disulphide molecule deviated from its linear configuration by a degree or 
two, and so approximated to a symmetncal top rotator. The fact that the 
structure appears shaded towards the red would also support this theory. 
As others might desire to analyse further the bands in the 1600 A region, a 
table of frequencies correct to 2 or 3 cm ^ is given in Table IV. 


Tablk IV, Fbequbncibs in thk systbm 1012-1550 A in 
CABBON DISIIBPHIDB 


1612 A band 

169.6 A band 

1877 A band 

1553 A band 

I V om.-‘ 

I 

V cin.“‘ 

J 

V cm.~* 

1 

V cm."* 

00 61,866 

0 

62,260 

0 

63,204 

0 

04,324 

1 61,960 

3 

62,626 

0 

63,284 

21 

04,398 

1 62,017 

8 

62,702 

2 

63,360 

2/ 

04,416 

3 62,080 

101 

62,764 

2 

63,430 

0 

64,462 


lo) 

62,774 

00 

63,448 




3 

62,814 

0 

63,612 






0 

63,360 




Between 1 636 and 1460 A there occurs a complicated set of bands crowded 
together without any obvious regularities. It is felt cortam that no 
conceivable vibrational pattern will explain the character of this set. If 
the carbon disulphide molecule is very slightly bent in the excited state by 
a fraction of a degree, then part of the structure oliseryed may well bo 
rotational. On the other hand, romance between the equivalent states 
S*CS and SOS* may be responsible for the complexity. The dimensions of 
the excited orbital seem to be of the right order for producing this effect. 
Below 1460 A the bands are less complicated, and obviously correspond to 
a large number of different electronic transitions, with little or no acoom- 
pan 3 dng vibrational structure. Since, with the possible exception of a few 
bands in the neighbourhood of 1250 A, the multiplicity of heads cha- 
racteristic of the 1300 and 2000 A systems is not a feature of the shorter 
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wave'lei^lth bands, it is most probable that the molecule is linear in these 
highly excited states, as it is in the ion. The bands are fairly strong, and 
well separated at long wave-lengths, but become weaker and crowd closer 
together towards shorter wave-lengths, after the manner of bands going to 
an ionization potential. They converge to a limit around 1230 A, or ~10 V. 
As the electron impact value of the ionization potential of carbon di- 
sulphide is 10-4 ± 0-2 V (Smyth and Blewett 1934), the above interpretation 
of the bands is ^hly probable. Starting from the short wave-length limit 
of the bands, it was found possible to pick out the members of the following 
Rydberg series: 

Kj‘ = 81,734 -/J/(n + 0-66)» (n = 3, 4, 6, etc.). (1) 

Bands were found to fit in the formula from n = 3 to n = 14. Their fre- 
quencies are given in Table V. In spite of the complexity of the bands near 
the limit it is felt that there can be little doubt as to the reality of this 
series. The limit corresponds to 10*083 V, and the possible error in its 
determination is considered to be less than 0*006 V, It corresponds to the 
removal of a (or (n—n, n^)) electron from the state of carbon 
disulphide (Mulliken 1935c). This leaves the molecular ion in a *11^ state 
The doublet separation in the analogous case of CO,' is 161 cm.~^. By a 
consideration of the relative values of the spin-orbit coupling coefficients 
of 0, 0+ and S, S+ and using the above value for carbon dioxide, it is 
possible to predict that the doublet separation for the *77^ state of 08^ 
should be about 400 cm.“^. A search among the shorter wave-length bands 
revealed many differences of •^440 cm -K Thus it appears that the doublet 
separation of the ion shows up in the highly excited states of the molecule, 
in the same way as it does for the alkyl halides (I’rice 19366). In fact, each 
member of series (1) was found to jicssess a companion situated ~440 cm.-* 
on its long wave-length side These latter bands are fairly well represented 
by the following formula: 

i^‘ = 8l,298-7J/(»-h0*66)* (n=3, 4, 6, etc ). (2) 

It is not possible to be quite as certain of all the terms of this series as it is 
of those of series (1), because there is considerable overlapping at its limit. 
The associated ionization ^xitentiai is 10*027 V The difference between the 
two limits (i.e. 436 cm.-*) is about the value which might be expected for 
the doublet sejiaration of the *JIg state of OS^. The series (1) and (2) do not 
account for all the bands in the region 1660-1230 A. Other series must be 
present though they are difficult to establish It should be stressed that all 
the bands in this region appear to correspond to vibrationless electronic 
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transitions, in agreement with the non-binding character of the electron 
removed. The predicted ionization potential for a completely non-bonding 
3|>g electron is 10-8 V (MuUiken 1935 d). The discrepancies with the observed 

values are possibly to be attributed in part to SCM ])olarity, though this 
effect cannot be great as sulphur is actually below carbon on the electro- 
negativity scale of the elements (Pauling 1932 , MuUiken 1934). Most of the 
discrepancy must therefore arise from the fact that (n — n, TTg) is slightly 
S< — >8 anti-bonding. The alight increases of the and vibrations associated 
with the 1600 A band relative to their values in the ground state supports 
this. 

TaBLB V. TABIiK SHOWING THE OB'4BBVBD AND CAU’i:i.ATKD FBEQUKNCIKS 
FOB THE SERIES (1) AND (2) IN CARBON Dl.SirLI>HIDE, TOGETHER WITH 
THE WAVE NUJIBBB SEPARATION OF THE CORRESPONDING MEMBERS 


Series (1) SericH (2) 


ft 

Fobs. 

V calc. 

robs. 

pcalo. 

(1H2) 

3 

73,060 

73,026 

72,670 

72,690 

480 

4 

76,400 

70,433 

76,974 

76,997 

426 

0 

78,170 

78,171 

77,732 

77,336 

438 


70,180 

79,176 

Obscured 

78,740 

— 

7 

79.810 

79,809 

79,370 

79,393 

440 

H 

80,236 

80,230 

(79,810) 

79,797 

426 

9 

80,516 

80,631 

80,087 

80,095 

428 

10 

80,743 

80,748 

80,307 

80,312 

43B 

11 

80,911 

80,011 

80,476 

80,476 

436 

12 

81,036 

81,037 

80,690 

80,601 

446 

13 

81,136 

81,137 

(80,710) 

80,700 

426 

14 

81,218 

81,216 

80,778 

80,780 

438 

ao 

•— 

81,734 

— 

81,298 

436 


( ) moans used in sories (1), i.c. probably two overlappmg bonds. T)>e accuracy of 
the measurements vanes according to the nature of the band measured. For some of 
the sharper bonds it is as groat as 6 cm.'* 

Below 1200 A various sets of diffuse bands appear, each consisting of a 
fairly wide vibrational pattern. They are almost certainly due to the excita- 
tion of a ffy electron from the double bond. Judging from the wave-length 
at which they first appear (1200 A), they probably go to an ionization 
potential in the neighbourhood of 13-6 V (i.e. ~3-6 V more than for the 
non-bonding electron). This is compatible with the values assigned to the 
analogous electrons in carbon dioxide (Mulhken 1935 c), and suggests that 
the CS emission bands are to be expected in the region 3500 A. The 
diffuseness of the bands below 1200 A is probably due to pre-ionization. 
The excited electron communicates its ene^ (~10*5 V) to the itg 
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electron (e.g. by ooUieion) and so ejects it. Absorption bands situated just 
above the minimum ionization potential of a molecule frequently show 
this phenomenon. Oxygen is a striking example, here direct photo- 
ionization of a VTT electron is very improbable (Price and Collins 1935), but 
the Hopfield bands {ton electron excited), which lie just above the ionization 
potential of this electron (i.e. ~1000A) show considerable diffuseness, 
which is almost certainly due to pre-ionization. 

Before concluding it is perhaps worth while making some remarks in 
connexion with the electronic nature of the 3000 and 2000 A absorption 
regions of sulphur dioxide and carbon disulphide. Roughly speaking, it 
may be said that near ultra-violet absorption spectra correspond to transi- 
tions to anti-bonding orbitals associated with the electronic configuration 
of the ground state, or with configurations which differ but little from it. 
Far ultra-violet absorption spectra, on the other hand, are of a Rydberg 
type, and correspond to electronic jumps mvolving change in the princi[)al 
quantum number. As the number of excited states associated with a given 
molecular configuration increases with the complexity of the bonds, it is 
natural that near ultra-violet absorption spectra should be most prolific for 
those molecules in which there is the greatest degree of unsaturation. 
Electrons in single bonds (e.g. C — C, C — H) do not give nee to any absorp- 
tion in the near ultra-violet. They seem only to absorb in their first strong 
resonance (Rydberg) bands which lie in the vacuum region. Double bonds, 
on the other hand, possess two tyjies of absorption. In addition to the 
absorption of the strong resonance bands, there is a much weakerabsorption 
between 2000 and 2600 A (e.g. work by Carr and collaborators (1936) on 
ethylene and its derivatives) This has been attributed to the excited state 
(MuUiken 1935 a), i.e the transition of the outer 
bonding electron to the lowest anti-bonding orbital of the doable bond. 
A similar explanation has been put forward by Sklar (1937) to account for 
the various near ultra-violet absorption regions of lienzene The for ultra- 
violet absorption of benzene observed by Price and Wood (1935) corresponds 
to the photo-ionization of the n^ electrons of this molecule, the spectra 
being in excellent agreement with what is expected of these electrons.t 
The near ultra-violet absorption spectrum of benzene is shifted to the red 
relative to that of ethylene, because it corresponds to the excitation of a 

electron from the more weakly bonding group. If an electron starting 
from a non-bonding orbital jumps into an anti-bondmg orbital, then one 

t The elMtrona from the “four” group should be very little bonding, and oorro- 
spond to the lowest ionization potential, those of the “two” group should be more 
bonding, and go to the higher ionization potential. 
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would expect the absorption to appear still further to the red, since the 
electron jumps from a higher initial state. This is apparently what happens 
in the first ketonic absorption which occurs around 3000 A (for formal- 
dehyde the upper state of this band is moat probably (2py)o* [*CHi-*o] 
(MuUiken 19356)). Now there is considerable apparent similarity between 
the absorption spectra of ketones and that of carbon disulphide and sulphur 
dioxide. This is no doubt to be related to the fact that in these molecules 
we have lone pairs adjoining double bonds. Thus it might be expected that 
the near ultra-violet bands of the latter molecules would correspond to the 
excitation of a non-bonding electron from the S or O atom respectively, to 
some anti-bonding orbital of the double bond. In addition to the similarity 
of the 3000 A systems, it seems that the 2000 A band in ketones bears 
considerable relation to the bands in carbon disulphide and sulphur dioxide, 
occurring in this particular region. There is much evidence to show that the 
bands in acetone, acetaldehyde and formaldehyde, which Ho in the range 
2000-1700 A, are different in nature from the Rydberg bands at shorter 
wave-lengths. They do not fit into the Rydberg formulae which express the 
latter bands and, further, in the case of acetone and acetaldehyde their 
appearance is quite different It is possible that they may be ascribed to 
a transition 2p ->(*(. — xq) Thus, if the corresponding bands m carbon 
disulphide and sulphur dioxide are similar in origin, it seems likely that this 
fact will help in the final identification of their excited states It must be 
stressed, however, that although relations can be traced between ^=0 
and 0=C=0, or ^=8 and S=C— S, and in both cases it is justifiable to 
speak of C— O and C— S double bonds, the electronic structure of these 
bonds is very different (Mulliken 1935c). It is the difference in the electronic 
nature of the bonding orbitals (i e. their closed shell configuration) which 
accounts for the so-called resonance energy of the CO bond in COj relative 
to that in ketones (Pauling and Sherman 1933). The non-bonding electrons 
are apparently not much affected by the resonance. Also it should be 
pointed out that similarities between near ultra-violet spectra can only be 
drawn when the ionization potentials of the molecules compared do not 
differ greatly. For instance, the bands in CO, which are probably analogous 
to the 3000 A bands of CS,, occur below 1700 A (Leifson 1926; Mulliken 
1935 c). This is due to the fact that the ionization potential of CO, is nearly 
4 V greater than that of CS,. 

In conclusion we wish to thank the Goldsmiths’ Company (D. M. S.), 
and the Royal Society Grants Committee (W. C. P.), for financial aid in 
connexion with this work. 
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SOMMABY 

The absorption spectra of sulphur dioxide and carbon disulphide have 
been mvestigated by means of a vacuum siwotrograph down to 1000 A. 
For both molecules the systems of bands can be divided into two classes. 
(1) those which exhibit wide vibrational structure, (2) those which exhibit 
little or no vibrational structure. The former class probably correspond to 
transitions to anti-bonding molecular orbitals, while the latter are due to 
the transitions of comparatively non-bonding electrons to excited orbitals, 
which are mainly atomic in character. In the case of sulphur dioxide, the 
extrapolation of the bands of class (2) to their limit gives a value of 
12'06±0‘06V for the ionization potential of the molecule. A similar 
procedure for carbon disulphide 3 deld 8 the much more accurate values 
10'083 and 10-027 V for ionization to the two cum^xments of the doublet 
state ‘/Zj of CSjf" (/li^ = 436cm. ^). Tlie experimental evidence indicates that 
while carbon disulphide is slightly bent in the earlier stages of the excita- 
tion, it finally returns to a linear configuration in CS^ . A vibrational analysis 
of the bands of class (1) is also givdti, and some general features of the 
electronic spectra of polyatomic molecules are discussed. 


Refkbbncks 

Asundi and Samuel 1935 Proe Ind. Acad. Hci, 2, 30-46, 
Brookway 1936 Rev. Mod. Phys. 8, 231-08. 

Carr and Walker 1936 J. Chem. Phya. 4, 761-66. 

Carr and Walter 1936 J. Chem. Phya. 4, 766- 00, 

Chow 19330 Phya. Rev 44, 038-43 

— 19336 Chtn. J. Phya. 1, 1-37. 

Clements 1933 Phya. Rev. 47, 224-32. 

Colima and Pnoe 1934 Rev. Set. Jtuarum. 5, 423-.6. 

C'rawford and Huff 1936 Phya. Rev. 49, 413 (A). 

Franck, Sponer and Telior 1932 Z phya. Chem B, 18, 88-102 
Honri 1931 Letpetge Vortrdge, pp. 

Horzberg and Teller 1933 Z. pAys. CAem. B, 21, 410-46. 
Hutchuwon 1930 Phya. Rev. 36, 410-20. 

— 1931 Phya. Rev. 37, 46-62. 

Jenkina 1929 Aatrophya. J. 70, 191-3. 

Joneecu 1933 C.R. Acad. Set., Faria, 196, 1476-8. 

Loifson 1926 Aatrophya. J. 63, 73-89. 

Lotmar 1933 Z’Aya. 83, 766-86. 

MuUiken 1934 J. Chem. Phya. 3, 782-93. 

— »935<* •Z. Chem. Phya. 3, 618-28. 

— 19356 J. Chem. Phya. 3, 664-73. 

— 1935 c J. Chem. Phya, 3, 720-39 

— i93Si J. Chem. Phya. 3, 614-17. 

— 1937 J. Phya. Chem. 41, 169 -73. 



291 


AhaorpUon spectra in vacuum uUra-violei 

Pauling 1932 </. Amer. Chem. Soe. S4, 3570-82 
Pauling and Sherman 1933 J. Chem. Phya. 1, 000-17. 
Price 1936a J Chem Phya. 4 , 147-63. 

— 1936b J. Chem. Phya 4 , 530-49. 

Pnce and CkiUina 1935 Phya. Rev. 4S,l\4r-\9. 

Pnoe and Wood 1933 J. Chem. Phya 3, 439-44. 
Bathenau 1933 Z. Phya. 87, 32-56. 

Sklar 1937 J. Chem Phya. 5, 060-81. 

Smyth and Blowett 1934 Phya Rev. 46 , 276-7. 

Smyth and Mueller 1933 Phya. Rev. 43, 121-2. 

Watson and Parker 1931a Phya. Rev. 37, 1013 (A). 

19316 Phya. Rev. 37, 1484-92. 

Wilson 1929 Aatrophya. J 69, 3A 42 


A suggestion for unifying quantum theory and relativity 

Bv M. Burn 

{Commvnicated by E T. WhtUaker, FJt.S. — Received 6 January 1938) 
Introduction 

There seems to be a general conviction that the diificolties of our present 
theory of ultimate particles and nuclear phenomena (the infinite values of 
the self energy, the zero energy and other quantities) are connected with the 
problem of merging quantum theory and relativity into a consistent unit. 
Eddington’s book, "Relativity of the Proton and the Electron”, is an 
expression of this tendency , but Ins attempt to link the pro])ertics of the 
smallest particles to those of the whole universe contradicts strongly my 
physical intuition. Therefore I have considered the question whether there 
may exist other possibilities of unifying quantum theory and the principle 
of general invariance, which seems to mo the essential thing, as gravitation 
by its order of magnitude is a molar effect and applies only to masses m bulk, 
not to the ultimate particles. 1 present hero an idea which seems to be 
attractive by its simplicity and may lead to a satisfactory theory. 

1. Rkcipbocity 

The motion of a free particle in quantum theory is represented by a plane 



292 


M. Bom 


where x^,x\3ifl,x* are the co-ordinatea of spaoe-time x,y,z,ct, andp^, P|, p^, Pt 
the components of momentum-energy p^, Py, p,, E. The expression is 
completely symmetric in the two 4-vector8 x and p. The transformation 
theory of quantum mechanics extends this “reciprocity” systematically. 
In a representation of the operators x*, p,f in the Hilbert space for which the 


are diagonal (d-functions), the are given by and vice versa, if 

the pic “■re diagonal the ** are given by — : Any wave equation in the 

a;-8pace can be transformed into another equation in the p-space, by help of 
the transformation 


^(P) = J ?^(*)exp[^ip4**^d!C. 


This reciprocity* can be extended also to the case of particles subject to 
external forces whore the waves are not plane. 

But there is a break in the reciprocal treatment when the prmoiples of 
general relativity are applied. This theory has its origin in astronomical 
questions connected with the law of gravitation, and is founded on the 
conception of classical mechanics where the motion of a mass particle is 
represented not by a wave function, but by an orbit. The fundamental 
notion is the four-dimensional line element 


ds* = g„dx^dx^, (1) 

the coefficients of which form the metric tensor. 

It occurred to me that the principle of reciprocity would lead to the con- 
sideration of a hne element in thep-space 

der* = y^dpifdpi (2) 

defining a metric in this space, but one which is not directly connected with 
the metnc tensor ^ 4 ^ in the ar-space. If classical mechanics were valid through- 
out, this assumption would of course be impossible, for then p^ would be 
equal to /i**, where p is the rest mass and the dot means differentiation with 
respect to proper time; therefore the transformation laws of the vector p 
would be completely determined by that of the vector *, and it would not 
be admissible to assume an independent absolute quadric for the determina- 
tion of the metric in the p-spaoe. But the real laws of nature are those of 
quantum theory. The classical conceptions refer only to a limiting case, 

* The wonl “rociprooity” is chosen because it is already Rcnorally used in the 
lattice theory of crystals where the motion of the particle is described in the 
p-space with help of the “reciprocal lattice”. 
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namely, that which is apt to describe the motion of molar bodies in space- 
time. It is characterized by the condition that energy and momentum of the 
quanta involved {hv and A/A) are extremely small (as compared with Avg and 
A/Ag, where Ag = c/»>g is the Compton wave length), whereas space and time 
are unlimited. There is another possibility of going over to a limit, namely, 
the case where wo have to do with very small regions of space and time (as 
compared with Ag and 1/i'g), but with unrestricted amounts of energy and 
momentum. This is the domain of ultimate particles and nuclear phe- 
nomena. It seems to me unjustified to assume that these two reciprocal 
limiting cases should be subject to the same metnc, based on the line 
element in the ai-space. 1 suggest that the conception of a metric is in- 
applicable for those phenomena in which x-spaoe and p-spaco are involved 
simultaneously with about equal weight, it is only valid for the two limiting 
cases, for molar processes in the x-space, and for nuclear processes m the 
p-space. 1 have the impression that this assumption does not contradict any 
known fact. We have learned that the simultaneous measurement of a 
co-ortlinate a:* and a momentum arc restricted by the uncertainty laws 
(which, by the way, conform to the principle of reciprocity, as they contain 
the ** and p symmetrically ) . They should provide for the freedom necessary 
to have different and widely independent metrics for the two hmiting cases, 
which we shall call, for sake of brevity, the molar and the nuclear world. 


2. The diffbbkntial equations foe the metric tensors 

In Einstein’s theory of gravitation the metric tensor has to satisfy 
differential equations which connect the curvature tensor of space-time 
with the tensor energy-density T*, of matter (including electromagnetic 
field). The most general form of these equations is 

( 3 ) 

where k is Einstein’s gravitational constant and A the cosmological constant. 
It is well known that these equations have a static solution corresponding to 
a closed (hyperspheric) world filled with matter of uniform density. Therefore 
there exists an upper limit for the distance between two points, given by the 
radius a of the universe. 

Let us transfer this consideration to the p-space. For this purpose we have 
to define its curvature tensor P" in exactly the same way as the 
a;-8paoe. Further, we have to introduce quantities T** depending on the 
presence of matter. The meaning of these becomes clear if we remember that 
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m the a;-space the integrals j T^dxdydz are momentum and energy of the 
system considered; analogously the integrals ^'^**dp^dp^dp, must be 

interpreted as space co-ordinates and time value of the system. We have, 
therefore, in accordance with our general considerations, to attribute to the 
whole system one single point in space (which may move in time); spatial 
specifications of the parts of the system are meaningless, whereas we have 
full freedom to study the energetic processes of the parts. 

This seems to bo a proper way of dealing with intemuclear processes. As 
far as I can see the existing theones of the nuclei are of this type. For the 
description of the fundamental properties of a nucleus it seems to be 
unnecessary to specify carefully the law of interaction between its con- 
stituent {larticles, any function of the distance will do, if only the total 
range of action and the dissociation energy are properly chosen. The fully 
developed theory should, of course, motlify the extreme p-standpoint and 
allow some statements on spatial profierties of nuclei in accordance with the 
uncertainty rules 

The differential equation for the metric tensor y*' in the p-space will have 
the same form as that in the x-spaoe, namely 

p«_(jp+A')y« = --c'T«, (4) 

where A' and k' are constants. Whether these nuclear constants are con- 
nected with the corresponding molar constants A, k cannot be decided yet. 


3. HyPBBSPHKRICAIj MOMKWTUM 8FAOK 

The equations (4) will have a solution corresponding to a closed (hyper- 
spheric) momentum space (p*,Py,Pe), independent of E. Therefore we are 
led to the conclusion that for systems of some kind there is an upper limit 
for momenta* determined by the radius b of the hypersphere. The systems 
to which this idea is applicable must be energetically closed; it certainly does 
not apply to every system, as we know the existence of particles with any 
amount of momentum and energy (cosmic rays). 

This result is of great importance, as it removes immediately the infinities 
which are the dark points of the present theories. The hypersphere can be 

* This amuinption has already been made, but without any relativistic foundation, 
byM BomandO. Rumer (1931). SeealsoO. Wataghin (1934) and A. March (1937). 
Quito a different way of avoidmg the infinite self-energy has been suggested by 
G. Wentzel (1933, 1934). 
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written by help of a parameter u, having the character of a momentum, 

pi+p5+pj+tt* - fr*; (6) 

from this we get 

U = Udu ^ -{Px*^r + Pi/^Py + Pt'lPz)‘ 

The line element of the p-space we get by eliminating u and du from 
dor* = dE^ — {dpl+dpl+dpl + du^) 

in the form 

We omit the well-known proof that the y** defined by (6) are solutions of the 
differential equations (4) if b is suitably chosen as a function of A', k'. 

The three-dimensional volume element is given by 

dO, = ^{-y)dpjdpydpg, 


where 


1 + ?L. 

^h*-p* b'-pt 


PxPz 

¥-p' 


-y = 


_PsPx_ PzPv , . Pi 

b»-pi h*-pi ^h*-p* 


1+. JL 


This shows that b is the upper limit of p. We get 


dil = 


dpj.dpydpg 


(7) 


This simple result admits of some important applications. For if we have to 
do with a system of independent particles, the fundamental law of quantum 
statistics gives the number of quantum states of weight gin a spatial volume V 
and a momentum element dil 


dn 


Vdpjpydp, 


(8) 


The appearance of the square root indicates deviations from the classical 
laws; it removes, as stated above, the disturbing infinities. We shall show 
this for a few examples connected with quantum electrodynamics. 
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The total wumber of quantum atatea in F is finite, namely, 

r. vrrcdp^dp^dp, 4jTVb»ri ^di n 

” = M Ji = "-ST J .TO^P) = 


The important question arises whether the constant b is universal, or 
characteristic for each energetically closed system. I do not think this 
question can be answered in the present preliminary state of the theory. 
For the sake of argument I shall assume in the following examples of 
application that the value of b is always the same. 


4. Appuoation to quantum klkctbodynamicjs 

We use the form of quantized electrodynamics given by Fermi (1932), He 
writes the Hamiltonian for a system of electrons in an electromagnetic field 
contained in the volume V, as the operator 

( 10 ) 

here = - ^ {c{o‘’kPk) + (11) 

is the Dirac Hamiltonian for the electrons {k= 1,2,...) with rest mass m^, 

^, = |:U(rfi+i»2*) + 27rM(??i+?Ji)} (12) 

the energy of the oscUlators representing the radiation field , 

2{«*(Xi?ri + ^*?rt)}8m r,* (13) 

the interaction energy between electrons and radiation, where A,i, Ag^ are 
two unit vectors orthogonal to one another and to the direction of propaga- 
tion of the wave a, which, at the place of the electron k, has the phase 

2jr 

Trt = y +P«2fc) + Sr (14) 

This theory represents the facts of radiation marvellously, but it involves 
some infinities. The simplest of these are: 

(1) The zero energy of radiation contained in H/, for the stationary states 
one has 

( 16 ) 
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(2) The Coulomb self-energy of the electrons contained in the term given 
explicitly in (9), namely, 

“*'> 

All these formulae may possibly need modifications as a consequence of the 
p-metric. But I do not expect these alterations will be essential, and I shall 
suppose here that the only effect of thep-metric is that on the counting of 
quantum states. 

With help of (8), where g = 2 corresponding to the two directions of 
polarization, the zero energy of radiation becomes 




r* p*dp 


r» ifdi %vcVb* 
A’ 3 h? ’ 


or with help of (9) 




(17) 


which has, in fact, the dimension of energy. The Coulomb interaction (16) 
can be written 




(18) 


COB cos 




pj 




pWY 


(19) 


where the weight g has to be taken equal to 1 (longitudinal waves). 

We average over all phases i, and introduce the cosine y of the angle 

between the vectors p and r*, = r*. — fj. Then 


2nVf'>n /! 


2if \ 


dpdy 

V(i-pV6») 


V dp 

h'Jo pru ^(1 -pW)' 


If we introduce the function 
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where </o(y) is the Beasel fanction, we get 




(21) 

with 


(22) 

Substituting (21) in 

(18) we get the modified Coulomb law 




(23) 

From the definition (20) one finds easily 



^Ly(*) = i, ^L^-/(*) = 1. 

(24) 


Therefore wo have the claasical Coulomb law for > r^, and determines 
evidently the “dimensions” of the electron. One hnds its precise meaning 
by calculating the self-energy terms in (23), taking k - \, namely, 

-* = mc\ (26) 

U 

where we have introduced the mass m of the electron. Therefore is the 
classioal radius of the electron, r, = c*/»nc* = 2-80 x 10““ cm., and we get 
from (22) 

If = h- — 7.43 X 10““ g. cm. seo."^. (26) 


As the terms account for the inertia of the electrons one would be inclined 
to omit the mass terms in the Dirac Hamiltonian (1 1); but these appear 
there multiplied by the spin operator fi. This shows that a complete explana- 
tion of mass as an electromagnetic phenomenon requires a deeper under- 
standing of the relation of the spin and the electromagnetic field. We shall 
not go into this question. 

Introducing from (22) instead of b in (9) and (17), one gets 

n==n^V, no = ^ = 2*90 x I0*’cm.“®; (27) 


xr 4 ch 8 Ac e* 8 , 


= I17mc» = 9-49 X 10-» erg = 6-97 x 10» e-volts; 
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This shows that the zero energy per quantum oscillator, Cq, is S/Sttx 137 
times the test energy of the electron, me*, and that the density of the zero 
energy of radiation, E^jV = ejWo, is l28/37rx 137 times the electrostatic 
enei^ density ^jHn, where = e/rj is the electnc field at the “surface” of 
the electron. 

The numerical values should be considered as preliminary, since the 
electromagnetic or transverse self-energy which arises from the term ( 1 3), 
has to be added. Dirac’s single electron theory gives, according to Heitler 
( 1936 ), for this transverse self-energy an expression which would lead to a 
vedue about 2 x 137 times as large as the electrostatic one. But it has been 
shown by Weisskopf ( 1934 ) and Kemmer ( 1935 ) that the hole theory of the 
electron leads to another expression which gives a value of the same order 
as the electrostatic one, differing only by a numerical factor In con- 
nexion with this question it should be considered whether the value of b 
for the longitudinal waves (electrostatic terms) and the transversal waves 
(electromagnetic terms) is necessarily identical 


6. HkAT BADTATTON 

We can now apply formula ( 8 ) to the excited states of the radiation field. 
As the partition function of an oscillator with the energy hvn is 


(29) 


we find for the fiee energy of the radiation field 

F = = ifcT Jln(l-e-'‘'/*r)_ 


(30) 


and if we assume that p = hvfc, we have with the help of ( 8 ) 

V(*-W)' 


C® Jo 


h _nro_ 


(31) 


(32) 


here we have assumed that b is the same as determmed above; then t is the 
time which light needs to travel the distance nr,. The entropy is 


“ 07 " 


i- 8s* 
~T^ c» 






0 (e*'’/*^’-l)V(l-(i^)*) 


S 


(33) 
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and the energy U = F+TS=i‘V\ 
vith 


riiT 

u(v,T)dp 


, %nh 


(34) 


(36) 


This is the modified Planck formula for the density of radiation. The 
radiation pressure is given by 

F 8nkT 


p = - 


dV 


T r*/*’ v*dv 


i0 =r- = 6c = -^ = ??e = 2-23 x IQ-^erg = 1'41 x 10* e-volts, 
" T wfo 4 “ 

©0 = 1-03 X 10^* degrees. 


(37) 


These numerical values should be considered with reserve, as mentioned 
above. 

The total energy density can be written 


»(?) - T)i . = 


^ 4 I*'/* sin’^d^ 


(38) 


The quantity u-3P which vanishes in the classical theory differs here 
from zero, namely 


u{T) 




(39) 


This vanishes for T-> 0, but has for T > ©o the value UqH', corresponding 
to a kind of saturation as if each degree of Ireedom of the vacuum had 
acquired the equipartition value kT of energy. As a matter of fact, the 
formula (38) for the energy is formally similar to that of a (one-dimensional) 
crystal lattice, as studied a long time ago by v. K&rm4n and myself (iqiz, 
1913). One has for r<^©o the Stephan-Boltzmami law 


u{T) = aT* a 


8n*nQfc _ 87r*ik* 

l6 16^’ 


whereas for T > ©„ u{T) = n^kT-, 

in this region the vacuum follows the law of Dulong-Fetit. 


(40) 

(41) 
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These results show that the radiation pressure cannot be considered as 
the transfer of momentum p = hvjc. This holds only for temperatures low 
compared with 0 o; for higher temperatures the pressure has more the 
character of the internal pressure of a vibrating crystal lattice. It follows 
that Maxwell’s equations cannot hold for high-frequency waves, but have 
to be modified in such a way that the relation of the pressure of light to the 
density of energy is consistent with (39). But as Fermi’s formulae from 
which we started are nothing but the quantized Maxwell’s equations there 
may possibly be deeper alterations necessary affecting all the formulae of 
this section. 


6. Kinjstic thboby of gasbs 

There are also deviations from the accepted laws of the kinetic theory of 
gases. The partition function per molecule becomes* 




-p»iaMkT^Pxj$J>dP± 


Q 




e-op/r. 








where 0 can be expressed by the characteristic temperature of the vacuum : 
6 * m he 


~2Mk Mine* 


,1^0 


.J3L0 - 


— degree. (43) 


p is the molecular weight relative to the H-atom. One has for T < 0 the 
usual formula 

but for T>0 

1 T 7 /, 30 6 /0\» 36/0\». 21 /0\« ) 

Q 4 , T ^ Iq \ t ) 884(7) ■'■1024(7) 

This high temperature degeneration has no influence on the equation of 
state, but on the specific heat. It may play a role in the theory of the 
constitution of stars, and on the constitution of nuclei as well, as these, 
according to Bohr and Kalckar ( 1937 ), can be treated by thermodynamical 
methods. 

* This problem con also be treated rolativistioally qmte easily; however, the 
result depends essentially on what assumption one makes about the radius b. 
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The molar heat for high temperatures, > 0, is 



and goes to zero for T->co. 

Conclusion 


( 46 ) 


A consequence of the amumption of a finite size of a system in the p-space 
IS the existence of a sot of proiier functions ^^(p), where the index n refers 
to proper values of some functions of the space co-ordinates. This means 
that our theory loads to a kind of granular or lattice structure of space 
without introducing such a strange assumption a priori. 

The suggestions made m this paper contain an ample programme for 
further investigation, the most important question seems to me the generali- 
zation of the idea of the metric tensor and of the equations determining it, 
for that intermediate region where classical methods neither in the z-space 
nor in the p-space are applicable. 


Summary 

The fact that the fundamental laws of quantum mechanics are 
symmetrical in space-time x!‘ and momentum-energy pi^ can be generalized 
to a “principle of reciprocity” according to which the z-space and the p- 
space are subject to geometrical laws of the same structure, namely a 
Riemannian metric. In analogy with Einstein’s closed z-world one has to 
assume that energetically closed systems (as elementary ^larticles, nuclei) 
must be described by help of a hypetspherioal p-space. A consequence of 
this assumption is a modification of the formula for the number of quantum 
states in an element of the p-sfiace. The application of this formula to 
quantum electrodynamics leads to a finite zero energy of the vacuum, a 
finite self-energy of the electron, etc. Deviations from Planck’s law and the 
Stephan-Boltzmann law of radiation, and the calorie properties of gases are 
predicted for very high temperatures.* 
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Hyperfine structure, Zeeman effect and isotope shift 
in the resonance lines of potassium 

By D, A. Jackson and H. Kuhn 
Clarendon Laboratory, Oxford 

{Communicated by F. A. Lindemann, F R.S.— Received 24 January 1938) 
[Plato 61 
Introduction 

In an earlier work (Jackson and Kuhn 1935, 1936) the hy[)erfine 
structure in the resonance lines of the abundant isotope 39 of potassium 
was observed by the method of absorption in an atomic beam; but no 
intensity measurements were made. Qualitatively, the short wave-length 
component appeared to be the stronger, which led to the assumption of 
a negative magnetic moment. Magnetic deflexion expenments (Millman 
1935; Fox and Rabi 1935), though in accurate agreement as regards the 
width of splitting, gave a positive magnetic moment. The absorption 
experiments were therefore repeated under conditions which excluded 
overlapping of neighbouring orders of the interferometer spectrum and 
thus permitted a quantitative determination of the intensities. This was 
achieved by using an etalon of 5 cm. length only (instead of 10 cm. in the 
old experiment) and by running the hght source at low pressure of 
potassium. The measurements, the main results of which were published 
in a prelimmary note (Jackson and Kuhn 1937a), gave an intensity ratio 
1’46 of the hyperflne structure components, the long wave-length one 
being the stronger. 
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The nuolear spin of ) whioh follows firam the magnetic deflexion 
experiments would require an intensity ratio of 1'66, which is definitely 
outside the limits of error of the intensity measurements. It was also 
observed that at high density of the atomic beam the component of 
shorter wave-length appeared wider than the other component. Both 
these facts were explained quantitatively by assuming that the lines of the 
14 times rarer isotope K 41 overlapped the weaker component of K 39. 
This assumption is in agreement with the comparatively small splitting of 
the ground-level of K 41 found by the magnetic deflexion method (Manley 
1936), and also explains why in the earlier photograms the component of 
shorter wave-length appeared stronger.* 

In the following work it has been possible to prove the correctness of 
this assumption. By using three atomic beams of very high collimation, 
the lines of K 41 could be resolved from those of K 39 
The hyperfine structure of the Zeeman effect of the resonance line 
4Sj-4*P|, A 7664 of the abundant isotope K 39 was observed by means of 
a single atomic beam. Each of the two n components was found to consist 
of four lines, proving conclusively that the value 7 = | is correct. 


Experimental 

Light source. The potassium resonance lines A7664 and A7699 used as 
background for the absorption experiment were produced in an electrode- 
less discharge tube, filled with helium at a pressure of a few mm. A side 
tube containing metallic potassium was fitted to the capillary. It was 
heated in an electric furnace to a temperature of about 180° C. Under 
these conditions the resonance lines were strong and sufficiently free from 
self-reversal. 

Atomte beam. The condition for resolving two lines of equal intensity 
at distance Ap from each other is 

hSAp, 

h lieing their half-value width due to Doppler effect. The corresponding 
condition for resolving two lines of intensities i and 7 (t < 7) is that the 
intensity of the strong line, at the distance h/2 from the weak one, must 
have fallen to at least the value ^«. If 7/(«> 2^, this condition is fulfilled if 

A(Ja:-t-l)gdp. 

* In reality, it waa equally strong, due to nearly complete absorption, but wider. 
With any shortage of resolving power, either of the etalon or the photometer, 
the wider of two equally strong linos appears slightly stronger. 
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For the present problem of resolving the lines of the rare isotope the 
factor in brackets is about 3, requiring A ^ As the splittings to be 
resolved were expected to bo about of the normal Doppler width, the 
condition required a coUimation of the atomic beam of at least 

In the actual experiment the collimation was made In order to 
obtain sufficient ab8orj)tion for the rare isotope with this high degree of 
collimation, three atomic beams in series had to be used. 

The atomic beams were formed in three vortical p3u«x tubes of diameter 
16 mm. with two linear constrictions of 6 mm width, at 17'6 cm. distance 
from each other. The absorption chamber to which these tubes were 
connected had plane windows sealed on and was evacuated through a wide 
tube leading to the pump. The |)utasaium in the bottom ends of the atomic 
beam tubes was heated by means of three electric furnaces to temperatures 
between 160 and 220° 0., corresixmding to vapour pressures between 
6 X 10“* and 10-* mm. The deposits on the top of the absorption chamber 
had extremely sharp edges, proving the absence of any appreciable amount 
of scattering. 

For the investigation of the Zeeman effect of K 30 a single atomic beam 
tube was used, of collimation /g. It was placed between the two cylindrical 
pole pieces of an electromagnet, of diameter 5 cm and separation 3*5 cm. 
A Nicol prism was introduced between the atomic beam tube and the 
spectrograph so that only the tt com(K>nent8 were transmitted. 

Spectrograph and interferometer. A 1*6 m. spectrograph described in 
earlier work was used, witli a very dense glass prism of 66°. 

The interferometer was a Fabry -P^rot etalon with glass plates of 11 cm. 
diameter and 8C[>arating pieces of silica. The plates were silvered by 
evaporation, the transmission of each being 4%. Separations of 6, 8 
and 11 cm. were used. 

The etalon was enclosed in an airtight box with plane glass windows. 
The box was fitted with an oil manometer and the air pressure inside could 
be varied by ± 10 cm. of oil. This arrangement has the advantage that 
slight variations in temperature or atmospheric pressure during an exposure 
do not alter the density of the air in the box. It is also possible, by 
adjusting the air pressure, to alter the position of the fringes within a range 
of one order. It was thus possible to bring the absorption linos near to 
the centre of the fringe system, where on account of the greater scale the 
resolution is highest. 

The etalon was adjusted with the red ray of a cadmium lamp, the air 
pressure being set so that a small black spot appeared in the centre of the 
fringe system ; the size of this spot is very sensitive to changes in thickness 
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of the etalon. The whole silvered area of the plates (9 om. in diameter) 
was used for adjustment, while for making the exposures the etalon was 
stopped down to 2 or 3 cm. diameter. Only in this manner was it possible 
to adjust the etalon with 11 cm. plate separation by means of the light 
of the cadmium red line, on account of the diffuseness of the fnnges with 
this length of path. 


Rxsuims 

Intensity ratio of (he components of K 30 
Fig. 1, Plate 5, shows an enlarged photograph and a photometer 
tracing of the line 4Sj-4*Pj taken with a 6 cm. etalon and a single atomic 
beam of collimation |. The light source shows a small amount of self- 
reversal. Tins condition is very suitable for intensity measurements, for 
the intensity curve of the background at the position of the absorption is 
very flat. The wide gaps between neighbouring orders show the absence 
of overlapping, which is an essential condition for determinations of 
intensities. The measurements gave the following values for the intensity 
ratio of the hyperfino structure components* 

4Sj-4»P| 1-44, 1-44, 1*44, 1-38, 1-43. 1-48, 1-46- mean 1-44; 

4Sj-4»Pj 152, 1-42, 1-40, 1-46: mean 1-46. 

In both lines the component of longer wave-length is the stronger. The 
method of measuring these intensities was that described in earlier work 
(Jackson and Kuhn 19376). The correction for the overlapping of the 
Doppler wings of the two lines is negligible. 

The value found agrees well with the intensity ratio which would be 
expected for a spin | of K 39 if all the absorption of K 41 overlapped the 
weaker component of K 39, the value in this case being 
l'67/(l-h 2-67/14) » 1-40. 

The observed value 1-45 is somewhat greater; this is to be expected as the 
lines of K 41 do not exactly overlap the weaker line of K 39 but lie on 
either side of it. As the magnetic deflexion experiments and the result of 
the investigation of the Zeeman effect (see p. 310) have established the 
value 7 = 1 of K 39 beyond any doubt, this result is of interest as a test 
of the method of measuring intensities. 

Structures of the lines of K 39 and K 41 
Struotmw of the line St-*P|, A 7664. With an 8 om. etalon, the triple 
atomic beam photographs showed, at low densities, the hyperfine structure 
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doublet discuseed above. At very much higher densities, a new line 
appeared on the long wave-length side of the weaker component of the 
doublet, and also a wing on the short wave-length side. 

With an 11 cm. etalon this wing became a clearly resolved line, the 
Sj-*P| line now showing a hyperfine structure pattern of four lines, as 
shown in the diagram fig. 4. Two of them, a and 6, are only visible at 
densities of the atomic beam 10 or 20 times the density required to show 
the lines A and B, so that the assignment of a and h to the 14 times rarer 
isotope 41 is certain. 



Fig. 2, Plate 6, shows an enlaigement and a photometer curve of this 
structure.* A great number of photogra[)hs was taken; the four best 
plates were measured and gave the following results for the relative 
positions of the four components. 


Table I. 

H 

1 

OF 4Sj-4*P, (in 

CM.-l) 

A (K 30) 

o(K41) 

B (K 30) 

b(K41) 

0 0000 

OOOOQ 

0 0160 

00180 

0 0000 

0 0104 

0 0146 

00184 

00000 

0 0104 

0 0148 

0 0100 

0 0000 

OOlOl 

0 0147 

0-0182 

0 0000 

00102 

0 0147 

0 0186 01 


The line Sj-*Pj, A 7690, was found to have a very similar structure (see 
diagram fig. 6). The component 6 is not completely resolved, A is much 

* In figs. 2 and 3 of Plate 6, as in most photographs taken with the 1 1 om. 
etalon, the definition is better m one half of the fringe system — the right half in 
the figures — ^than in the other. This effect probably arisos from small distortions 
of the etalon plates. The separation of 11 cm. of the etalon plates was obtained by 
putting together three separating pieces of length 5, 4 and 2 oin On account of this 
a higher pressure than usual of the adjustment sjinngs was needed, and this may 
have caused small distortions in tho plates. 
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broader than in the other resonance line, and the beginning of a resolution 
into two lines can be seen on the original plates The results of measure- 
ments of four plates are given in Table II. 

^ , 0 01cm~* , 


B 



b 

_ 

1 

1 u\ 


Fia. 6. Hyiierfino structure of 4aj-4 'Pj. 


Table II. Structure of 4Sj-4*Pj (in cm.“^) 


^(K30) a(K4l) 

0 0000 0 0100 

0 0000 0 0103 

0-0000 0-0096 

0-0000 0 0104 


B (K 30) b (K 41) 

0 0156 0-0183 

0 0159 0-0190 

0-0160 0 0190 

0 0160 0-0191 


Mean 0 0000 0 0100 


0-0159 


0-0188 cm.”' 


The smallest splitting resolved in these exjwriments is 0-0029 cm."* 
{B — b of Sj-*Pj) which is ^ of the normal Doppler half-value width at 
200® 0., the intensity ratio being 14/1. Applying the condition given 
above (p 304) the Doppler width which would just allow the resolution 
of these lines is found to be of the normal Doppler width at 200® C. 
Without the use of atomic beams, a temperature of less than 0-6° abs. 
would be required to resolve the lines. 


The hyperfine atructure of the Zeeman effect of the line 
4Sj-4*P,o/K39 

The Zeeman effect of a line Sj-*P| possesses two n components separated 
by ^ of the total Lorentz splitting. A Held strength was chosen at which 
the distance between the two n components was nearly equal to i of an 
order of the etalon ( = 0-0227 cm."*). The strength of this field was measured 
and found to be 730 gauss. 

Each of the two it components was found to consist of four lines 
(fig. 3, Plate 5). On account of the rapid decrease in scale with the 
distance from the centre of the fringe system, the resolution is better in 
the long wave-length component. 
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In Table III are given the positions of the eight observed lines, zero 
being the position of the centre of gravity of the two components of the 
hyperfine structure without field, an intensity ratio of 6/3 l)eing assumed. 
The accuracy of the measurements is ± 0*0005 cm. 

Table III. Zeeman kkpbot ok 4S|-4*P, (tn cm.-^) n components 

+ 

00174 0 0137 0 0100 0 0064 0 0061 00107 0 0161 0 0181 

0*0170 0*0136 0*0100 0 0062 0*0062 0 0106 0*0140 0*0170 

Mean 0*0172 0*0136 0*0100 0 0063 0*0066 0 0106 0 0148 0*0180 

Discussion of the BEsxniiTS 
K 30. Hyperfine structure witlumi magnetic field 
The resolution of the lines of the two isotopes mode it possible to 
measure the structure of the lines of K 30 with higher accuracy than that 
obtained in the earlier work. The hyjierfine structure splitting of the 
resonance lines is mainly due to the splitting of the ground level iSj. 
The difference between the sphttings of the two resonance linos is caused 
by the small, unresolved structures of the 4*P terms Assuming that the 
measurements give the centres of gravity of the blends, from the separations 
0*0147 and 0*0169 cm ' ^ of the components of the lines 4Sj-4*P| and 
4S|-4*P| it follows that 

= 0*0163 ±0*0002 cm.-*, J *1*4 = 0*001 8 ± 0*0006 cm 
The value of the splitting of the 4S4 term is practically the same as the 
value 0*0162 found in the first work (Jackson and Kuhn 1935, 1936) and 
agrees well with the magnetic deflexion measurements of Millman (i935)> 
Fox and Rabi (1935), who found 0*0162 and 0*0164 cm.“^. It leaves the 
value 0*30 of the magnetic moment unaltered. 

The value d*P4 = 0 0018 cm. ^ is in agreement with estimates of the 
scarcely resolved splitting of the line A of 4K4-4*P4. It is also in agreement 
with recent experiments of Meissner and Luft (1937), who observed the 
hyperfine structure in the potassium resonance linos by means of an atomic 
beam of potassium excited by electron impacts. Nevertheless, too much 
importance must not be ascribed to the accuracy of Meissner’s and Luft’s 
measurements, as they did not resolve the lines of the weak isotope and 
made no allowance for possible displacements by them. 

The nuclear magnetic moment, calculated from the *P4 splitting by 
means of Goudsmit’s formula, is 0*37, in good agreement with the (more 
accurate) value derived from the 48| 8{)litting. 
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K 30. Zeeman effect 

Of the methods of determining nuclear spins, the most direct and reliable 
is the observation of the Zeeman effect. If the magnetic splitting is large 
compared with the hyperfine structure, each Zeeman component is split into 
27 + 1 hyperfine structure Imes (Goudsmit and Back 1927). For very great 
fields the lines are equidistant and of equal intensity; for fields that are 
smaller, but nevertheless high enough to give a Zeeman splitting con- 
siderably wider than the hyperfine structure, the number of components 
is still 27 -f 1 , but they are not quite uniformly spaced. For the line 
4S}-4*P| of K 39 the field strength of 730 gauss corresponds to this state, 
the total Lorentz-splittmg being about 6 times greater than the hyperfine 
structure. 

The position of the components can be calculated from the quantum- 
theoretical formvilae (Qoudsmit and Bacher 1930). Assuming the value 
7 = I of the nuclear spin and the splitting of 0-01S3 cm.“^ of the 4Sj term, 
the displacements (in cm.~i) of the tt components from the centre of 
gravity of the lines without field are given by 


where 


00163’ 


10 -^, 


m is equal to Wj-f-mj and has the values 2, 1, 0, —1 for the negative 
values of the second term, and 1,0, — 1, — 2 for the positive values; and 
g{J) is equal to 2. 

The displacements calculated for a field of 730 gauss are given in the 
diagram of fig. 6, together with the observed values. It can be seen that 
they are in very good agreement , the observed closer spacing of the outer 
components, and also the values of the total widths of both groups are in 
very good agreement with theory. The effect of the unresolved structure 
of the term 4 'Pi on the Zeeman pattern is negligible. 


-0 Oicq -00136 -00101 -00062 

caicd-rn [ I ^ 
0bs« » I I I I 

-00172 -00136 -00100 - 0 0063 0 


0 0054 00100 00139 00174 c m-* 


0 0056 0 0106 0 014S 00180cm-’ 


Fio. a. n components of Zeeman effect of 4Sj-4 *P|. 
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K41 

The two lines a and 6 of the isotope 41 oorrespond to the lines A and B 
of 39. It follows that the magnetic moment of K 41 is positive, as the 
long wave-length component is the stronger one. The ratio of the splittings 
of K 39 to K 41 is 

= 1-76 for the line Sj-*!*!, and 

Stoss-*'*"*” 

Average 1-77 + 0*06. 

This agrees well with the value 1-80 found by Manley (1936) from 
magnetic deflexion experiments. Assuming the spin / = | for K 41 found 
by Manley, the magnetic moment is found to be 0*22 nuclear magneton. 

The ratio of the magnetic moments of the two isotopes ^ = 1'77 ± 0-06, 

being independent of the accuracy of the theoretical formulae, is much 
more accurate than their absolute values. 

h'rom the ]>osition8 of the lines and from their intensities the isotope 
shift is found 

0-0078 cm.-^ for 
^v= 0-0074 cm.~^ for Sj-*P*, 

Average = 0-0076 + 0-0006 cm.-*. 

The theoretical value of the centre of gravity shift, considering potassium 
as hydrogen-like, is 0-0087 cra.~i, in the same direction as that observed. 

The authors take this opportunity of thanking Professor Plaskett for 
placing at their disposal his excellent photometer, and Professor Lindemann 
for his continued interest in the research; and also Queen’s College and 
St John’s College for the stiiKinds granted to one of them. 

SlJMMABY 

1. The intensity ratio of the hy{)erfine structure components of the 
resonance lines of K 39 was measured by the method of absorption in an 
atomic beam. The value 1-46 found agrees with the value required by the 
spin } if allowance is made for the overlapping by the lines of the 14 times 
rarer isotope 41. The component of longer wave-length was the stronger, 
showing that the nuclear magnetic moment of K 39 is positive. 
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2. By using three atomic beams in series, of ooUimatkm it was 
possible to resolve the lines of K 41 as two satellites on either side of the 
weak component of K 39. The ratio of the splittings of the lines of K. 39 
and K 41 is found to be 1*77, in good agreement with the value 1-80 found 
by Manley in magnetic deflexion experiments. The magnetic momrat of 
K 41 is positive, like that of K 39. 

The lines of K 41 have an isotope shift of + 0'0076 cm.~^ relatiye to the 
linos of K 39. The theoretical centre of gravity shift, considering potassium 
as hydrogen-like, is -f- 0-0087 cm.~^. 

3. The Zeeman effect of the hyperfine structure of the line 4S|-4*P| of 
K 39 was investigated. Each of the two n components was found to 
consist of four lines, proving that the nuclear spin of K 39 has the value }, 
in agreement with magnetic deflexion experiments and the measurements 
of the intensity ratio of the hyxierfine structure lines. The observed 
positions of the Imes are in close agreement with the positions required 
by the quantum theoretical formulae. 
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On the equations of electromagnetism 
I. Identifications 


By E. a. AtiLNE, F R.S. 


(Received 26 Jvly 1937 — Abbreviated and revised 29 December 1937) 

1. The general object of the following papers is to ascertain what form 
the eqaationa of electromagnetism take when derived on a purely lunematic 
basis. Maxwell’s theory is not assumed. The only physical assumption made, 
namely, that a system of moving charges conserves its energy (defined 
kinematioally) when the accelerations of the charges vanish, is a very slight 
one and is certainly satisfied in classical electromagnetism, but the resulting 
equations and laws, whilst coinciding with the classical theory to a con- 
siderable extent, differ in certain essential particulars. This arises from the 
avoidance of the empirical laws and hypothetical assumptions from which 
Maxwell’s theory starts. In particular we avoid the formal inconsistenoy in 
the classioal theory by which a magnetic mtensity H is defined via the 
mechanical force on an isolated magnetic pole, yet isolated mimetic poles 
do not occur in the classical “theory of electrons ’’.In the present treatment 
a magnetic intensity is defined via the mecbamcal force on a moving 
“charged ’’ particle, as an element entering into the calculation of such force. 

The general method is, adopting the dynamics constructed in previous 
papers on a purely kinematic basis (Milne 1936 , 1937 ), to formulate equations 
of motion containing the next most general type of “external’’ force arising 
after “ gravitational’’ forces have been dealt with. Such forces arise &om 
the double differentiation of scalar “superpotentials’’, but we do not lay 
down what form these scalars are to take. Instead we allow them to 
determine themselves, by imposing the single physical assumption above- 
mentioned, after the equation of eneigy has been derived. Once the scalar 
superpotentials have been so determined, their double differentiation yields 
symbols E, H, which are then compared with the empirical laws governing 
the interaction of ‘ ‘ charges ’ ’ , this allows us to identify the adopted definition 
of charge and the symbols £, H with the similar quantities occurring in 
the experimental formulation. Lastly, we derive the identities satisfied by 
the resulting £, H; these partly coincide with, and partly differ from, the 
“field equations’’ with which the classical theory starts, and thus we end 
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with theorems which play the part of the “laws of nature” assumed at 
the outset in the classical theory. 

The scope of the work is that of the classical “theory of electrons”, and 
the results should hold good down to phenomena for which the concept 
“particle” remains valid. The theory makes no attempt to deal with the 
ultimate structure of charges, to the analysis of which it is preliminary. 

The analysis will be conducted in the first instance in (-measure, partly 
because the description of the universe is simplest in (-measure (hyperbolic 
space would be required if r-d 3 mamio 8 were used), partly because relativistic 
invariance is readily ensured m this measure. We require our formulae to 
be valid for unrestricted velocities, and it involves no extra trouble to have 
them valid for unrestricted distances. The procedure justifies itself in the 
end, as the “field identities” replacing Maxwell’s equations are found to 
hold good in (-measure without approximation. Purely mechanical relations, 
such as Coulomb’s law, are found to take a simple form in r-measure, but 
propagation equations are simplest in (-measure. 


PrOPBBTIBS of 6-VECT0K8 

2. The 4-vector8 at our disposal are constructed from the epoch (, 
position-vector P and velocity V of a particle relative to an arbitrary 
observer 0 situated on a particle of the substratum or smoothod-out 
universe. We proceed to construct force-vectors out of the 8-vectors which 
can be formed in conjunction with P, (, V. To recognize the scalar invariance 
of certain expressions which emerge it is convenient first to tabulate certain 
well-known properties of fi-vectors. 

Transformations from one fundamental observer to another are mcluded 
in the transformations for which 


ds* = - c*dt*-d9^—dy*—dz* (x* = c(, ** = *, etc.) 

is invariant. With this ds\ take a covariant skew-symmetric tensor T^, 
and write 




-T 1. 


Then H, E are 3-vectors, and we call the 8-vector (H, E). We associate 
with the contravariant tensor Ti" = the reciprocal co- 
variant tensor and the reciprocal contravariant tensor 

fp” s A being the usual “alternate” tensor associated with da*. 

If B* are contravariant 4-vectors, then their space-parts form 



315 


On the eqmtiona of electromagmtiam 

3-yeotors Q, R; we write Q* m ^ R^. We can oonatmot from Q* and R‘ 

the oovariant skew-symmetric tensor and its contra- 

variant and reciprocal forms. Expressed m terms of S-vectors and associated 
scalars, the complete system is given by the scheme 

= (H,E). 8^ ^ {QR,-RQ„QaR), 

T^ = (H, -E), S/“ = (OR,-R<?<, -(QaR)), 

= (-E.H). 8^ = {-(QaR),QR,-RQ,). 

ff- = (-E, -H), 5/- = (-(OaR), -{QR,-RQ,)). 


Formation ov KORCK-vKcrroR.^ 

3. Put y=l-V*/c*. We generate contravanaiit force- vectors F* from 
(H, E) and the available 4-vector8 (P,ct) or say P*", and (V/F*,c/y*) or 
say V*, by the relations 

F* = 

or F* = 

The first yields the 4-vector 

(c<E-I-PaH, E.P), (1) 

XU . / E VaH E.V\ 

the second the 4-vector l®yj+ yj' » ~yr)’ 

Either of these may bo multiplied by any scalar. After they have been 
multiplied by appropriate scalars, (2) must reduce to (1) when we put 
V = P/t. Thus (2) includes (1). It is therefore sufficient to consider (2). We 
multiply it by an arbitrary scalar k/c. 


Equations of motion 

4. In the ^-dynamics, the equations of motion of a particle of mass m 
at position P at epoch t moving with velocity V under an external force 
(F, Fi) are 



= -f(p-vf).F, 

(3) 


II 

-1- 

(3') 

«»-P*/c*, Y. 

= l-V«/c*. Z = <-P.V/c*, 

(4) 


= Z*IXY. 

(5) 


where 
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In (3) and (3') the first term on each right-hand side represents the pull of 
the material of the universe, in ^measure, on the particle oonoemed; 
is the inertial mass under the oircumstanoes of motion. 

Combination of (3) and (3') yields the two energy-equations 

If we take (2) multiplied by any scalar to represent a possible (F,.F)), 
relations (6) and (7) become self-inconsistent. Previous experience in 
finding forma for F suitable for representing gravitational forces suggests 
that (2) requires completing by the addition of a term arismg from change 
of mass with velocity. Wo therefore examine the consequences of introducing 
as a form of external force the definitions 


k Tr. VaH-| V 

y*LE'-c-J+“yi' 

(8) 

k E.V c 

yl— +“yi’ 

(8') 


where a is a scalar to be determined 


Elsctromaoketic fobce-vbctob and enbboy equation 
S. Introducing (8) and (8') into (7) we find at once 

Introducing (8) and (S') into (6) we then find 

^ ^F*rE(Vl-P) PaV.HI 

zL y* “ cy*“J‘ 

Here the square bracket is an invariant, namely the double inner product 
where is formed as above from the 4-veotors (P/c, 0 and (V/y*, 

c/y*). 

It would be possible to retain the undetermined k until the time comes to 
choose it. We ultimately choose it so that a scalar invariant shall exist identi- 
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fiable aa the eleotromagnetio energy of a system of chafes. Anticipating 
matters, without more ado we now choose 


where « is a constant eventually identified as the “charge” on the moving 
particle P, and fg is a normalization constant of the dimensions of a time. 
When fo is chosen to be the present value of t, the number e will be found 
later to coincide with the measure of charge on the usual electrostatic 
system. 

We now have for the external force (F, t)) on a particle of charge e and 


mass m, 



1 1 V I d, 

1 7*'*’ 

(12) 


7*7*df'^ 

(12') 

and the energy equation (10) reduces to 


• < > r 


(13) 


When later identifications have been effected, (13) will represent the rate 
of increase of energy d(Tnc*g*)/df as the work performed by the Larmor- 
Lorentz force E + (VaH)/c in pushing the particle with velocity V — P/f 
relative to its immediate cosmic environment (which of course has the 
velocity P/f). The secular factor should be noted. 

In the above we have neglected the contribution to the force arising 
from the local gravitational field of the mass m. This is taken into account 
in the more general equations of §§ 19, 20, Peui) II. 


Formation of tiik 6-vrctob (H, E) 


6. First-stage differentiations of scalars result only in the oonstruotion 
of external forces representing the local gravitational field of mass- 
distributions over and above the general gravitational field of the sub- 
stratum. To obtain the next most general type of external force, take an 
undefined scalar ^ function of two 4-vector8 (Pi.c/^), (P«,cfg) and of 
associated velocity vectors, and write 


(Hi), 


/El 

3*1 0y*’ ' e\?iXi(A^ 3a;,3fiJ’ 


(14) 
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where is to be the value of (H,E) the event (Pj,^) "due to" 

a “source” at the event (P»,<j); the scalar may be called a “super- 
potential”. By its mode of construction (Hi,Ei) is a 6-veotor,* and we 
examine the consequences of taking it to represent the next most general 
type of external force after gravitational forces. Interchanging the suffixes 
1 and 2 wo obtain the fl-vector (H„E}) at the event (P|,<s) “due to" a 
“source " at the event (P^, in terms of the associated superpotential 


Motion ok a pair ok oharobd particles 

7. We now form the equations of motion of a charged particle (mj.ei, 
Pj, < 1 , Vi) in the presence of a charged particle (m,, e,, P,, <g, V,). Introducing 
(12), (12') in (3), (3') with appropriate suffixes we find, on cancelling a term, 


n dtiLyt 


mJi d r_c 1 
Y\ d^XY\\ 






(16) 

(16') 


Of these, (16) reduces to (16') on scalar multiplication by V^/c. If we 
multiply (16) scalarly by 



(16') by 


y\ 



and subtract, we recover the energy-equation (13) with each symbol 
suffixed 1. 

8. If in (13) we now substitute expressions (14) for E^ and H^, we obtain 


rKc*gi) 


-‘ill 


c dXfdtJ 

m.v.. c \3yi32. 


0^ 


)], (..) 


where we have written (tti,t>i,iri) for Vj. 

* Any tensor may be expressed as the sum of a symmetno tensor and a skew- 
symmetno tensor. 1 have not suooeoded m giving a phyaioal interpretation to the 
symmetno tensor that can be denved by differentiation of 
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For brevity wo now introduce operators 


r 0 « 3 


Then (16) after some le-arrangement yields 




d 

dtt 


-_'l/A+v -- 




(17) 


Writing down the corresponding relation for particle 2 by interchanging 
the suffixes 1 and 2 and adding we get 


By its mode of derivation this equation should be capable of expressing 
the rate of change of mechanical energy, miC*gJ + TO,c*^J, of the system 
of two particles. To give a meamng to “rate of change” when more than 
one particle are concerned, we must adopt some standard of simultaneity. 
Choose then = «, = t. Let us endeavour to choose the superpotentials 

and in such a way that 




(19) 


say. Then since 


dt * ■ 0Px 0V J ^ d/ L0<* 0Pi 0V 


relation (18) may be rewritten as 

|[»Hc*a+».®*a+4>] - 
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If 4> can be identified with eleotromagnetio energy, the left-hand aide of 
( 20 ) meaauiea the rate of change of total energy, and the right-hand aide 
conaiata of terma linear in the acoelerationa and V, together with terma 
independent of the acoelerationa. Thia auggeata that we endeavour to ohooae 
and in each a way that the rate of change of total energy vaniahes 
when the acoelerationa vaniah. Thia ia our one phyaical aaaumption, which 
ia of courae aatiafied experimentally. We ahall have succeeded in thia if it 
ia poeaible to choose and so that, in addition to ( 1 9), 

+ -^ 11^11 = 0 , ( 21 ) 

+ (21') 

i e. BO that ia homogeneoua and of degree - 1 in the variables P„ and 
homogeneous and of degree - 1 in the variables 1 ,, P,. 

9. The superpotentied is to determine the field at (Pi,<i) due to e, 
at (P|,t|). It will therefore be expected to possess a singularity at P^ = P*, 
a (g. Our previous experience of gravitational theory (Milne 19376 , 
formula ( 22 )) at once suggests the scalar function 

(Z!,-Xi.^)-t, (22) 

where = <J - P?/c*, X, = <j-P*/c*, = i^lg-Pi.Pg/c*. (23) 


Since (22) is homogeneous and of degree - 1 in Pj, it will be a possible 
if multiplied by any scalar not containing P^, Similarly we may construct 
a possible 

Consider now (19). We find by direct differentiation that we have 
identically 


Hence (XJ,-XjX,)~i behaves as a constant under the linear operator L^. 
Hence if we put 






^{Xl,-X,X,r 


«i 




(Zj,-w’ 


(26) 


where are scalars, (19) will be satisfied if we can satisfy 


= I'txfiv (26) 

10. To find a simple solution of this identity, put 


Z, = <g-P,.V,/ 6 », 


(27) 

(27') 
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Then Zi/Tj, ZJYi Z„/ri. Z„/yt are Bcalars. We find at once that 
■^11^2 * ^12* = ^1* 

^11 = ^ai> ^11 ■^12 = ^1- 

Hence Zrii(Z(Zg]) = Z]|Z|j + Z^Z| =* LfitZ^Zn). (28) 

Accordingly we shall have a solution of (26) if we choose proportional 

to Z,Zji/yJyj, and proportional to ZiZiJY\Yi. 


1 1 . We now choose definitely 



^11 - i'-a Kj Y\ > 

(29) 


0ia= 

(29') 

SO that by (19) 

. _ 1 CiCj Zi, Z,i -1- ZjZj 

2 cto (Xl,-XA)*Ktyi- 

(30) 

The energy -equation (18) now takes the form 




(31) 


where dBldt is the rate of loss of energy, i.e, the rate of radiation, given by 



It is thus a physical consequence of the assumption that the rate of change 
of total energy shall vanish when the accelerations vanish, that the actual 
rate of change of total energy is linear in the accelerations. This result is 
in marked contrast to the classical theory, in which the rate of radiation 
is quadratic in the accelerations. It remains to see if the symbols e^, ej, 0, 
and the £ and H derived from and can be identified with charge- 
measures, energy and electric and magnetic intensities as used in ordinary 
physios. We have had practically no freedom of choice in the selection of 
the superpotentials and ^,,, and we have not arranged for them to 
reproduce the empirical laws of electromagnetic phenomena. We shall find 
how remarkably they do in fact reproduce them. 

Idbnuiioations 

12. Energy. In virtue of the identity 

(Xi.- w 
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we hare for | Pj | < cij, | P, | << 
and also 

Hence under these conditions and for | V| | < c, | V, | < c, we have from (30) 

A *1*8 1 


Forl,=l, -I, this gives **** 

This should be the energy associated with a pair of charges Ci, e, at separation 
I P,- Pi 1 in (-measure at time t. For ( = (j it gives 


which is the standard formula of electrostatics for the energy associated 
with the two charged |>articles. This identifies our measures of charges Si, 
as agreeing with the usual electrostatic units at the present epoch. 

We now transform to r-measure. If we regraduate all fundamental 
observers’ clocks from ( to r according to the law 

Y = ^ . T * (olog(*/*o) + *0. (36) 

and adjust all derived measures accordingly, we know (Milne 1937 a) that 
the r-measure 1 11, - Hi | of the separation | P, - Pj | is given locally by 

|P.-Pil=^^|ii.-ni|. (36') 

But 0, being an energy, is a time-invariant. Hence by (33) 


0 . 


<1*8 

ini-iiir 


(36) 


for any epoch r Thus we derive the usual electrostatic formula os holding 
at all epochs r in r-measure. 

Certain exact forms of the energy-formula are of interest. When the 
particles are at rest relative to the observer, Vi = 0 and V, = 0, and 
^18 = Zi = (j, 55,1 = = *1. Then (30) gives 


^ eij? *1*1 

<0 [(*iP.-*.Pi)‘-c-*(Pi*P8)‘]*’ 


0 


(37) 
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If we choose the observer 0 to be at one of the particles, say P„ we have 
Pi » 0, and then 


■ <o|Pil 


(38) 


independelit of For = we have 


■|Pil’ 


(39) 


which is here an exact form of the empirical electrostatic formula. 

In this exact formula, 0 is at P, and Vj = 0, consequently e^is at “local 
rest But = 0, not Vj = PJti, and hence though at rest relative to O 
is not at cosmical “local rest”. It follows that in electrostatics, “rest” 
has to be taken as meaning “rest relative to the observer”, not “local 
test”. A distant charged particle at “local rest” is in motion relative to 
the observer, and so originates a magnetic field, as wo shall see. We see that 
“rest” does not mean the same thing in dynamics and in elei:trostatios. 


13. Electric intensity. It will be found as an unforeseen identity that 


I— ^ _ n 

\aPi dt, dP\ dtj {XU - ® ’ 


(40) 


aPj 


= 0, ~Zu~0, -|-^i-0, gj^^2i-0. 


Making use of these relations, we find from (14) and (29) that the intensity 
El at Pj due to a charge e, at P, is given by 


„ 1/ 3 3 3 3\r 1 Z,Z,i ”1 

c\3Pi3<, ap.ati/L 2rjrj(Z|,-x,z,)»J 


3 (PiX,-P,X„)^(Z,+Z„)-(< A-(,X„)i(V,Z, + V,Z„) 

ri-riyj (X?,-XA)» 

(41) 

It will be noted that identity (40), which we did not arrange for beforehand, 
avoids the threatened appearance of too high a power in the denominator 
of (41), and so leads to the inverse square law, as we shall now see. 

For I Pj I <c<i, I P, I <<(!*„ we have <iX,-i,X„~0, and if also 1 Vj | <c, 
I V, I <c the value of Ei is given approximately by 




<S(<.Pi-W 

it,p,-t;p,!*- 


(42) 
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<«> 

independent of time. This is as inverse square intensity directed from 
towards e^, i.e. a repulsion, and so identifies our symbol E as in accordance 
with the empirical Coulomb law. 

Formula (41) should give the exact relativistic form of the law. To see 
the meaning of the exact formula, choose 0 at P,, so that P| a O; then 
= 0, = Zji = and X, = <}. Accordingly (41) becomes 

the inverse square law with a velocity factor depending on both source- 
velocity Vj and the velocity Vi of the teat-charge c^. 

It is to be noted that the exact relativistic form of the inverse square law 
for electrostatics is different from that for gravitation (Milne 1937c, p. 9). 
It may be mentioned further that whilst inertial masses are essentially of 
the same sign, and so (as shown m previous papers) gravitational forces are 
essentially attractive, there is no restriction on the sign of charges e, and 
so both attraction and repulsion are permissible. 

14. Mechantcal force due to electric intensity. In the 1-description, the 
measure of intensity must be sharply distinguished from the measure of the 
mechanical force to which it gives rise. By (12) this mechanical force has 
a component contributed by Ej of amount 

For I Pj 1 <cti, 1 Vj I <c, this is approximately 

Fi~ei^^E,. (46) 

Hence by (44) the mechanical force on due to a charge c, at rest at the 
origin is given by 

F o 

‘ ‘ToiPTr*’ 

in which the secular factor (li/^) should be noted. 


(47) 



On the equations of ekdromagnetism 326 

Let be the r-measure of F^. Then by the general dynamical theory 
(Milne 19370 , p. 338 ) for local phenomena 


Accordingly, using (35'), 


(48) 

(49) 


Thus in r-measure the secular factor disappears, and we get the usual 
inverse square expression for This shows that as far as electric intensities 
are concerned, the empirical laws relating to mechanical effects employ 
r-measure. 


15. Magnetic trUenaity. It will be found that identically 
\3y1a2, dy,dzJ{XU-X,X,)i 

whilst = = = 


Hence by (14) and (29), after some straightforward differentiation it is 
found that 


e. 1 i(Z« V.-^Z,V^ )A(X,P,-X^,P,) 
c*ytr| (A?,-AiX,)» 


(61) 


'This, the complementary formula to (41), should give in relativistic form 
the magnetic intensity Hj due to a charge e, at P, moving with velocity V,, 
as measured by a test-charge e^ at Pj moving with velocity Vi. It will be 
found to give new features in the descnption of a magnetic field. 

Consider the form which (51) takes for local phenomena and small 
velocities. For 1 Pi 1 | P, | <^cl„ | Vj [ <c, | V, | <c, it gives 



„ ca(Vi + V,)s<S(t,Pi-liP,) 
KP,-«,Pi|» ’ 

(62) 

or, for <1 = 


(63) 

The exact form of (61) for P, = 0 is found to be 




(54) 
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Both (fi3) and (54) differ from the ciassioal form of the law giving the 
magnetic field due to a moving ohai^, usually called the “law of Biot and 
Savart”. Biot and Savart’a law states that, apart from relativistic refine- 
ments and corrections duo to “retardation” effects, the magnetic intensity 
due to a charge e, at moving with velocity Vj relative to the observer, 
as evaluated at position is given by 


P.-P. 

|Pi-P.I* 


( 66 ) 


Our formulae (63) and (64) differ in having J(Vi-(- V,) in place of V,. In 
the classical empirical law, the magnetic field of a moving charge depends 
on the velocity of that charge but not on the velocity of the test-charge 
used to measure the field; in the present deductive treatment, the magnetic 
field of a moving charge depends both on the velocity of the source-charge 
and on that of the test-charge. 


10. In the classical theory, a magnetic field is measured by the mechanical 
force on an isolated magnetic pole at the point considered. But isolated 
magnetic {X)les do not exist, and in a fundamental account of electro- 
magnetism we must aim at proceeding without introducing them. This we 
have done — our deductive procedure has thrown up no entity which could 
be taken to represent an isolated magnetic pole In our work, a magnetic 
field first appears as a constituent of the external force acting on a moving 
test-charge, and (63) and (64) may be taken to be the consequences. 


17. Consider some examples of (53) If we take the test-charge at rest 
relative to the moving charge, wo have Vj = V„ and then (63) gives just the 
classical formula. But if Vj + V„ writing 

i(Vi-hV,) = V,4-J(Vi-V,), (66) 

we see that (63) gives the classical contribution together with a contribution 
proportional to the relative velocity of the two charges and equal numerically 
to just one-half of what would be calculated by a crude application of the 
classical formula to the relative velocity. 

The physical mterpretation of these results is clear. A magnetic field is 
originated by charges in motion. If a test-charge has a velocity unequal to 
that of a given source-charge, the relative motion of the two will originate 
a magnetic field at the test-charge, which will contribute a constituent to 
the mechanical force acting on the test-charge. Thus the magnetic field 
due to a given source in given motion, at some given point, as reckoned by 
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a given obaerrer, may be reaolred into two parts, one due to the motion 
of the source relative to the observer (this is the classical contribution), and 
one due to the relative velocity of test-charge and source-charge. 

This discussion makes it doubtful whether the classical fonnula (55) 
correctly takes into account the ttoo relative motions concerned, namely, 
the relative motion of observer and source and the relative motion of 
observer and test-charge; (65) appears only to bo correct for zero relative 
motion of test-charge and source-charge. I suggest that (66) should be 
replaced by (63). I have considered carefully whether there is any possible 
modification of the analysis determining the superpotontials which would 
lead to a result in accordance with the usual Biot and Savart law, but 
I can find no escape &om the present conclusion. It may be noted that 
(61) and (41 ) display (Hj, Ej) as of the form 5^, (§ 2), with 

0 = -(Z„V, + 2,Vi)/y}yJ and R = X,Pi-Z„P,. 

The usual form of the Biot and Savart law is scarcely capable of being 
brought into 6-veotor parallelism with the inverse square form for Ei, 


18. If, now, the intensity of a magnetic field H, at depends on the 
velocity y I of the test-charge used to measure it, how comes it about that 
physicists can in fact find defimte measures for magnetic fields ? To answer 
this, consider (63) more closely. The magnetic intensity Hj at P^ due to a 

system of moving charges c„ ..., c, e„ at Pj, .., P ,, ..., P„ moving with 

velocities V„ . . . , V„ . . . , V„ will be given, neglecting relativistic refinements, 

by 

whilst the electric intensity will be given, by (43), by 


Hence 


H, 


El 


Pi-P . 

iPi-p.r 




Pi-Px-^ 

iPi-p.i»^ 


1V,aE, 
2 c ■ 


(67') 

(68) 


In this, the first term is just one-half what would bo calculated for the 
magnetic intensity fixim a direct application of the empirical Biot and 
Savart law. Wo may call it i(Hi)ciua' 

Now the electromagnetic systems whose external magnetic fields are 
measured by physicists usually have the property that they behave at 
external points as if electroakUicaUy neviral. Examples of such systems are 
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afforded by permanent magnets and conductors carrying currents. For 
such systems we have = 0. Relation (58) then beoomes 

Hi - - 1(H, (59) 


We see that for such systems there is an objective value of H, independent 
of the velocity of the test-charge used to measure the field. Hence the 
field can be described, and its value stated, without mention of Vj: the 
magnetic field in such cases possesses a determinate intensity. 

The apparent outstanding exception is Rowland’s classical experiment 
(1876, 1889) on the magnetic field produced by rotating a charged disk. This 
is usually taken to demonstrate the validity of Biot and Savart’s law as 
applied to a charged system. But it must be remembered that Rowland 
measured the field by means of a small magnet. By (60), such a small 
magnet must on our treatment be credited with twice the number of 
elementary circulating charges it would have on the classical theory. This 
cuts out our factor ^ arising in our treatment of the field of the revolving 
disk-charges, and so Rowland would get agreement with the Biot and 
Savart law. (For a small magnet, the mean value of in (67) is zero, 
hence (57) gives one-half the classically calculated value.) 

It will be clear that as long as we use test-magnets to measure fields 
(magnets whose moments have been measured by their mechanical effects) 
our formulation of the Biot and Savart law makes no difference in the 
resulting values of Hj, for electrostatically neutral systems. A difference 
comes m only when we calculate backwards to the charges originating the 
field (or to their velocities). It is clear that wo must look for experimental 
discrepancies with the classical theory only in the interiors of systems of 
moving charges, or when the field-measuring apparatus is an isolated 
charge. Such systems are found producing the magnetic fields in the 
interiors of atomic or molecular systems, where the difficulties met with in 
applying classical electromagnetism are notorious. 


19. In the simple valence-electron model of an atom, the series-electron 
is moving m the field of the core. The core may be considered to be a charge 
at rest relative to the observer, and the series-electron may be considered 
to be the test-charge. Applying formula (63) with V, = 0, Vj + 0, we get 


(60) 


This again is just one-half what would be calculated classically by regarding 
the series-electron as at rest and the core as moving with relative velocity 
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Vi and 80 generating a magnetic field at the electron. In 1926 Uhlenbeck 
and Gtoudflchmidt in this way applied the classical formula for the magnetic 
field at the electron due to the motion relative to the core, and obtained 
doublet separations for the corresponding linra ^u;tce those observed. This 
is in accordance with (60), and may be taken as experimental evidence in 
favour of (53). The factor ) was explaincMl by L. H. Thomas (1926, 1927) in 
a somewhat complicated paper on the kinematics of an electron with an 
axis, as arising from Lorentz transformations to the successive firames 
defined by the successive positions of the moving electron. Thomas’s 
explanation, like ours, arises from the fundamental embodiment of Lorentz 
transformations in the analysis, but we have not found it necessary to 
assign an axis to the electron. Our explanation has arisen in an unforced 
and entirely unforeseen way, and does not turn on the particular properties 
of the electrod3mamic system considered; instead, it turns on a proper 
treatment of the relativity of magnetic fields combined with a proper 
epistemological consideration of how such fields can be known to an 
observer who has only charges and not magnets at his disposal. 

Since 1 027, the effect has been supposed to be explained by the attribution 
of spin to an electron. If electron spin is considered as an od Aoc assumption 
introduced to explain certain experimental facts not otherwise explained 
by classical electromagnetism, then it has no place in our rational kinematic 
treatment, which is concerned only with the consequences of a simple 
energy-assumption, and we have seen that certain phenomena at least can 
be understood ivithout it, if other phenomena are found still requiring it. 
It must be formulated in such a way that its introduction does not disturb 
explanations naturally arising in the treatment which does not make use 
of it. If on the other hand electron spin is considered as a rational deduction 
from classical electrodynamics, it could equally well be deduced in some 
appropriately modified form from our rational reformulation of electro- 
dynamics. This is beyond the scope of the present paper. It may be remarked 
that in the Zeeman effect, for which electron spin was largely invented, 
each electron’s spin makes a contribution; in our form of the Biot and 
Savart formula each electron, possessing its own velocity V^, contributes 
to the magnetic field in which it finds itself. The manifest difficulties of the 
concept of electron spin, with its assignment of structure to an entity whose 
detailed equilibrium is not further considered, need not here be enlarged on. 

20. The factor ^ turns up in other magnetic phenomena. For example 
(Stoner 1930) experiments on the gyromagnetic effect suggest that the 
magnetization of ferromagnetics is entirely due to the “intrinsio spin” 
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of the eleotronB, and that their orbital moment is not efieotive. The present 
investigation auggests that the contribution of the orbital motion to the 
magnetic moment is one-half that calculated dassioally from the usual 
formula, and that the hypothesis of electron spin is unnecessary; this may 
be seen by noting that for an oscillatory path near a fixed point P^, the 
time-mean of will be zero, and so the mean value of i(Vi+ V,) will be 
just ^V|, which is effectively the same as saying that the magnetic moment 
will appear halved. 

21. Formula (63) leads to a fundamental change in the concept of a 
magnetic field at a point. In general, not only does a magnetic field only 
exist when there is a test-charge at the point to measure it, but the value 
of the magnetic intensity depends on the velocity of the test-charge relative 
to the observer, the exception being when the given system of moving 
charges behaves as if electrostatically neutral, in which case the intensity is 
one-half that calculated classically. It may be expected in consequence that 
the field-equations of electromagnetism may require modification. We shall 
determine the “field-identities” satisfied by our and Hj in Part II; the 
remarkable circumstance will emerge that though the value of depends 
on Vj, the forms of these field identities do not involve Vi explicitly. An 
account of the relations satisfied by Ej and is thus possible whatever 
velocity is assigned to the test-charge. In the case of the field arising 
from a single moving charge c, alone, we could always choose Vi = V, and 
so get the classical value of Hi; but when the system consists of a set of 

charges e, e„, no such choice is possible, and the general formula is 

necessary. The electrostatic intensity depends normally on Vj just as 
Hi does, but the term in Vi is numerically insignificant. 

It may be remarked that the emergence of (43) and (63) from the definition 
(14) of El and Hi affords a delicate test of the appropriateness of our choices 
of and ^n, since the value of Hi, for example, arises entirely from the 
terms in 1/c* in the numerator of jjji. 

22. Mechanical force due to magnetic fidd. From (12), the component of 
mechanical force due to a magnetic field Hi for | Pi | <^c#i and | Vi | 
reduces to 

(« 1 ) 

a secular factor being required in ^-measure as in the component due 
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to the eleotrio field. The meohanioal force due to the magnetio effect of a 
charge e, at P, moving with velocity V, is then approximately 

_ 1(^1 + Vj) * (1*1 ~ Pj) /02\ 

|Pi-P,|* ' 

The secular factor disappears in r-measure. 

This completes our identification of the symbols e, as representing charge, 
as representing energy, Ej and as representing electric and magnetic 
intensities, and the corresiwnding expressions giving the mechanical forces. 
The factor 1 in our choice of ^21 end was of course made to make the 
unit of 6 come right in the energy formula ; the subsequent appropriateness 
of the other formulae is then not under our control. The revised formula 
for a magnetio field may l»o considered as the result of a mathematical 
e.xpcrimont in the deductive method. 

Summary 

The paiier offers a jnirely kinematic formulation of the phenomena of 
electromagnetism. It proceeds by first examining the most general type of 
external forces after gravitational forces which are encountered in the study 
of the dynamics of a fiarticle m the presence of the substratum or smoothed- 
out umverse. Such external forces mvolve mention of O-veotors, and the 
form of the resulting force is obtamed m a form holding good for all 
epochs and for all distances from the observer. For the present epoch and 
at small distances it reduces to the Larmor-Lorentz formula for the 
ponderomotive force on a moving charge. A scalar multiplier emerges in the 
treatment which is afterwards identified as charge. A 0-vector is then 
derived by appropriate differentiation of an undetermined scalar with 
regard to the co-ordinates of two events, one being the source of the field 
and the other the event of the measurement of the field. With this it is 
possible to obtain the relativistic equations of motion of two charged 
particles in one another’s presence, and to deduce the associated energy 
equation. By requiring the radiation to vanish when the accelerations 
vanish, it is found possible to fix all undetermined scalars completely. 
It is then possible to evaluate the “field” due to a given charge in given 
motion, at a given external point, as measured by the force on a test- 
charge in given motion, and by comparing the theoretically derived 
formulae with the observed experimental laws to identify the various 
symbols introduced. The inverse square law of Coulomb is obtained in 
exact relativistic form. But the law expressing the magnetic field at a 
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distance r from a given charge e, moving with a given velocity V, relative 
to a fundamental observer 0 is found to contain mention of the velocity 
of the test-charge measuring the field; in detail, the claasioal Biot and 
Savart law H = (e^c) V,Ar/| r |* is found to be replaced by 

H = (c,/c)l(Vi-»-V,)Ar/|rl». 

The two agree for Vi = V,, but the new formula gives half the classically 
calculated field for V, = 0, as required by Uhlenbeck and Qoudsohmidt 
and as found by a different method by L. H. Thomas. 
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On the equations of electromagnetism 
II. Field Theory 
By E. a. Milnb, F.R.S. 

{Beceived 26 July 1937 — Abbreviated and revised 29 December 1937) 


1. The object of the following paper ih to enquire what general relations 
are satisfied by Ej, Hj , the electric and magnetic intensities as measured by 
a test-charge at at e|ioch moving with velocity Vj, all relative to a 
given observer 0, when it is in the presence of a system of moving charges 
Cg (2 < s < n) which at events (P,, t^) have velocities V, 

2. We begin by generalizing formulae previously obtained for a system 
of two charges moving in one another’s presence. The electric and magnetic 
intensities Ei, at Pj are given by 


(E,), 

(Hx), 


- vr ^— ^1 


( 1 ) 

( 1 ') 


where 

and 


^1 


^.1 


1 c, 

2y*ri(Xi,-AiA,)* 


<f-P?/c*, A, = t*-P»/ca. Ax, = <itg-Pi.P,/c*, 
yj = l_V?/c*, i;=l,-V|/c*, 

- P, • Vg/c*. Z,j^ = tg - P. . Vi/c». 


( 2 ) 

( 3 ) 

( 4 ) 

(5) 


The field (Hg, Eg) at any other charge of the system is to be calculated 
similarly from all the other charges of the system together with the teat-charge 
Cl at (Pj, tj) moving with Y^. It is an essential feature of our treatment that 
the test-charge is considered as an intrinsic part of the whole system. The 
events (P„ fg) are formally independent. We shall later find the relations 
between the <g’s required to evaluate the field in any actual case, but it is a 
feature of the “field identities” about to be obtained that they do not 
depend on imposing any particular relations between the tg’s. 

The mechanical forces on the charged particles are to be obtained by 
equations of the type (12), (12') of Port I, which contain the normalization 
constant tg. The equations of motion of each particle, of mass are then 
[ 333 ] 
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given by equations of the form (3), (3') of Part I. Forming the associated 
energy equations and reducing them as in Part I, we may combine them 
to yield the relation 




(6) 

where 


(7) 


(*•+«) 

(8) 

and 

. lCr®« 

(9) 


In equation (6) it is to bo understood that dtjdt is put equal to unity after 
the differentiations have been performed. 0 is to be interpreted as eleotro- 
magnotio energy. 


Field identitiks 

3. We shall use the notations div, curl in the senses 

the differentiations being with respect to the space-co-ordinates j/j, of 
the event at which E^, are evaluated. We use grad similarly.* 

By (1) and (!') we have 




sO, (10) 

i 

( lE^)‘~c0y,L?*\3*i3<; Sz,dtjj caz,L?.UA 


iw. 

c dti ‘ 


( 11 ) 


* Strictly speaking we should wnte divi, ourii, gradi, but the suffix 1 may be 
understood. 
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4. Identities (10) and (11) contain no mention of the charges e^, 
giving rise to the field, or of their positions, epochs or velocities, or of the 
velocity of the test-charge Cx, although E^, Hx depend on Vi as well as 
on the sources. Wo can if wo like now drop the suffix 1, and so we arrive 
at identities which are identical with two of Maxwell’s equations. The 
satisfaction of (10) and (11) does not depend on the structure of the ^,i’b 
but only on the general tensor forms of Ej and Hj. 

5. In our formulation, relations (10) and (11) are identities, whereas in 
Maxwell’s formulation they are empirical laws determined as inductions 
from experience. The Maxwell equation corresponding to (10) expresses 
the non-existence of isolated magnetic poles, the Maxwell equation 
corresponding to (1 1 ) expresses Faraday’s law of electromagnetic induction. 

6. We proceed to examine whether Maxwell’s other two equations are 
satisfied in our formulation. We have by (1) 

divE -1 T T 

‘ ~ C ajia ,rs dXi dXg 01 J 

1 d’ 

where we have written DJ = 


InnrlHl ^ T » / aV.i _ A f ^ / 9 V.l 

or (13) 

7. The further reduction of identities (12) and (13) thus depends on the 
structure of the ^,x’®- Pro™ our gravitational work we are already familiar 
with the identity 
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We now find, as an entirely unforeseen identity, that* 


and accordingly that 






On the other hand, We find in fact that 




_1 1 — Xg{ZgZi + Z^iZjg) 

2YiY\c* 


( 14 ) 


That this does not vanish identically is most readily seen by taking the 
origin at P,. But is a very small scalar, since the loading term in 

the numerator (the term in ^ti) vanishes identically. We shall put 


I ( 16 ) 


where is a scalar syinmetncal in the suffixes 2 

moreover on symbols suffixed 1 

,n and depending 

8, Identities (12) and (13) now reduce to 


divEi= 

c oil 

(16) 


(17) 

Hence |curlHi-^^S divEij 


constitutes a contravariant 4-vector. Eliminating the scalar Oj from (16) 
and the three relations of type (17) by cross-differentiation, and dropping 
the suffix 1 as no longer necessary, we have the two vector identities 


(18) 

outl[ourlH-l^]-0. 

(19) 


* The number of spaoe-dimensions, 3, plays an essential part in the derivation 
of this identity. 
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Rewriting (10) and (11) with the sufEbc 1 dropped, we have 
divH^O, 


ourlE = 


18H 
c dt ‘ 


( 20 ) 

( 21 ) 


Relations (IK), (10), (20), (21) are the field identities replacing Maxwell’s 
equations in the present treatment 


0 . Maxwell’s equations themselves at any [mint in free space, i.e. at 
any point where we can put a test-charge to measure the field, consist 
of (20) and (21) together with 

divE = 0, (22) 

1?E 

curl H- ,“ = 0, (23) 

cdt ' 


which correspond in a sense to (18) and (10). 

It will be seen that whenever (22) and (23) are satisfied, so are (18) 
and (10). But if (18) and (19) are satisfied, (22) and (23) art- not necessarily 
satisfied. The right-hand aides of (22) and (23) are in our treatment not in 
general zero, being given by 




(24) 


curlH — = grade. 

C OT 


(26) 


Thus our (18) and (19) impose less severe restrictions on E and H than the 
classioal (22) and (23). 

We may now recall that Maxwell’s two equations (22) and (23) stand on a 
different footing from the other two (20) and (21), as pointed out by Lorentz 
(1916). In Maxwell’s formulation (20) and (21) represent definite experi- 
mental facts, whereas (23) is a pure hypothesis, the hypothesis of the 
displacement current (in free space), and (22) encounters difficulties, since 
it would appear to proclaim the non-existence of charges, as (20) does of 
poles. It is therefore not surprising to find that the two equations of 
Maxwell which were hypothetical in character, and to which Lorentz drew 
attention, do not appear in the same form in our deductive treatment. 
Owing to the smallness of the scalar a, the exact relations (24) and (26) 
will appear to observation very nearly the same as the usually adopted 
equations (22) and (23). But, from a strictly logical point of view, (24) and 
(26), or their consequences (18) and (19), would appear to be preferable. 
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It must be remembered that in our treatment H (and to a lesser extent E), 
which measure the actual field experienced by the moving test-charge, 
depend on the velocity of the test-charge, whereas in the classical theory 
H and E are conceptual quantities existing at every point and independent 
of the velocity of the test-charge. In our work H and E nowhere have a 
moaning until the test-charge is introduced and its velocity specified: H and 
E are functions of V}. But identities (18) and (19), like the structurally 
simpler ones (20) and (21), contain no explicit mention of V^, and hold good 
for any value of Vj, provided this is treated as a constant in carrying out 
partial differentiations. 

Another difference is that in the classical theory the properties of the field 
are deduced from the “field equations” (20), ..., (23), whereas in our 
treatment (18), ..., (21) are end-products. In the classical theory, to 
determine the motions of charges an equation of mechanical force (obtained 
from the Larmor-Lorentz pondoromotive formula) is superposed on the set 
of field equations; in our treatment we begin with equations of mechanical 
force, and so derive the forms of the super-potentials and Our 
treatment seems epistemologically preferable, since to be both logically 
and epistemologically satisfactory the analysis should begin with the 
mechanical effects through which alone E and H can be known. Since no 
entity exists corresponding to an isolated magnetic pole, it is unsatisfactory 
to define H through the force on a unit pole, as the classical theory does; 
instead, we have introduced H through the force on a moving charge. 

Our field identities (18), ..., (21) hold good in <-time and ^moa8U^e, and 
were derived from mechanical equations of motion employing ^measure 
for the Larmor-Ixirentz mechanical force. Our analysis pays in fact due 
regard to the circumstance that all phenomena, electromagnetic or other- 
wise, take place in a universe which (in 1-measure) is expanding, and which 
possesses everywhere a local standard of rest; and the analysis respects 
Mach’s principle, according to which all frames of reference employed must 
be described with regard to the actual distribution of matter in the universe, 
represented in idealized form by the substratum. The classical treatment, 
in ignoring the expansion of the universe, can only be supposed to hold good 
at best locally, and similarly it can only be supposed to hold good for 
epochs close to the present epoch, since it ignores the distinction between 
l-measure, for which Lorentz invariance holds good, and r-measure, which 
is appropriate to mechanical equations of classical type. There would in 
fact be grave difficulties in attempting to generalize the olassioal electro- 
magnetic equations as they stand to other epochs than the present one and 
to distances not small compared with the radius of the universe; for the 
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field equations of the olassioal theoiy are stated in ^mea8ure, whilst the 
Larmor-Lorentz mechanical force formula is correct in r-measure. Except 
for the field identities (18), ...,(21) would take a different form 

in r-measure. The present method, of beginning systematically in f-measure 
in fiat-space, with the 1-form of the mechanical force, appears to be the 
only way of attacking the problem. It is only in this way that we ascertain 
a posteriori that Maxwell’s equations, or rather the modified set to which 
we have been led, employ l-measure. 

10. The substantial agreement of our deductive set (18), ...,(21) with 
the empirical set (20), . .,(23) is further evidence for the identification of 
our abstract symbols E, H with the electric and magnetic intensities of 
experimental physics; identity (21), for example, guarantees that in spite 
of our modification of the Biot and Savart law, all effects of electromagnetic 
induction are properly accounted for. The actual experimental evidence in 
favour of Maxwell’s equations (22), (23) is however indirect, consisting as 
it does in the fact that the set (20), ..., (23) yield wave propagation of E 
and H. We must now enquire whether our set (18), .. ,(‘2l) 3deld wave 
propagation. 


Wave pbopaoation 

1 1 . Expanding the left-hand side of (19) we have 
grad div H - V»H - ^ = 0. 

Substituting from (20) and (21) we get 

□*H =» 0. (20) 

Thus H obeys the wave-equation. Again, (18) may be written 

curl curl E + V*E+curll--^l- »• 0, 
whence, using (21), we get □*£ = 0 (26') 

Thus E also obeys the wave-equation. Further, a satisfies the wave- 
equation. For, returning for the moment to the use of suffixes, we have 

□}0i = □? i Oi- = i ^ 0 (2«') 

in virtue of (14). 
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Bbtardatiok kfteots 

12. The fact that £, H satisfy wave-equations allows us now to conneot 
an event with events (P„t,) at the relevant charges by the usual 

retardation formulae. All our held identities are explicitly independent of 
any formulation of this connexion, but in practical calculations of E and H 
the connexion is required to link up our abstract scheme with experience. 
We shall not go into this in detail, but the oflFect on the fundamental 
denominator is worth considering. 

The 83rmbolB P„ must refer to the retarded (XMition and epoch of the 
charge c,, and accordingly 


Hence /iP, - ^.P^ = <i(P. _ P,) + ?' I 1 . 


Then since A'f, - A\ A', 

some vector algebra leads to 
(A*i-A.Ai)* = 


(<,P,-iiP.)» (PxaP,)» 

~ ■ c» c* ’ 

ixip.-Px ir Pi.(p,-p, n 
C L Clx|P.-Px|J’ 


(27) 


the radical disappearing. Wlien we choose the origin at the test-particle, we 
have Pj = 0 and we get simply 


(A«x-A,A,)* = MPj/c, (28) 

where P, is the retarded position.' Whenever j P^ | i.o. for all local 
phenomena, we have approximately 


(A;x-A,Ax)*~«x|P,-P,1/c. (29) 


V ECTOB-rOTENTIAL 
13 Define a oovariant 4-vector (Ai,Ax) by 

A - A - Y^^*^ 


By (1) and (!') we then have 

" aPi c0<i “ 
and « ourlAi. 


JJtl 

edt^' 


(30) 


(31) 

(32) 
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Then div Ai ^ = o^. 

(33) 

Further, by (14), □* A^ ^ 0, 

(34) 


(34') 

We can now as before suppress the suffix 1, and employ a covariant 
vector-potential (A, A,) giving the covariant 6-vector (H, E) by the formulae 

E = grad^<-^^, H = curlA, 

(35), (36') 

.1- H 

divA — = 0 , 
cdl 

(36) 

0*A = 0, = 0. 

(37) 


These formulae bring out tho difference between our treatment and the 
classical formulation. In the classical theory there is initially an arbitrariness 
in the vector-potential, an arbitrariness which is conveniently removed by 
imposing the condition* 

"■'A-®'"- 

In onr treatment there is no such arbitrariness, and the right-hand side of 
the last equation is not zero, but, by (36), just a, which is a definite function 
of the charges present. It will be seen that whilst the formal possibility of 
representing E and H by a vector-potential arises from our original de- 
finitions of E, H in terms of the super-potentials the wave propagation 
property of A depends on the detailed structure of the ^,i’s. We nowhere 
consider "fields” in the abstract, but only such fields as can arise from 
definite distributions of charge. The vector-potential is an intermediary 
between the super-potentials and the scalar a. 

It is clear that Ai ot A ^ is the negative electrostatic potential for a 
“stationary” field. It should therefore stand in a simple relation to the 

interaction energy i of with the other charges in the field. For a set 

* See, e.g. Lorents (1916, p. 239). Our sign convention for At differs from his, 
but oura brings out the analogy between the space- and time-co-ordinates m the 
expressionB for E and H. 
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of stationary oharges we find by actually carrying out the differentiations 
and choosing the origin at that 




The existence of this relation is a general check on the correctness of our 
formulae for (j)g^ and i. 


Propagation of light 

14. The fact that £,H,(A,A|) and a satisfy the wave-equation in 
(-measure now shows that our treatment is compatible with the usual 
electromagnetic theory of light, provided (-measure is used. This suggests 
that a photon is propagated with a constant frequency when the frequency 
is reckoned on the (-scale. This is in accordance with an investigation due 
to Whitrow ( 1936 ), who discussed the photon by purely kinematic methods 
without appeal to electromagnotio theory, and established the propor- 
tionality of photon-energy to photon-frequency on the (-scale. We shall 
show in an Appendix that a Bohr atom has a constant energy W on the 
(-scale, and hence that it emits and absorbs a frequency which is constant 
on the (-scale. Wo have to reconcile this with the r-measure employed in 
ordinary physics. When (-measure is employed, the red-shiit in the spectrum 
of a distant, recoding fundamental particle appears as a Doppler shift. We 
shall now examine how the same phenomenon is regarded in r-measure. 

Let n be the measure of a photon-frequency on the (-scale, v the measure 
of the frequency of the same photon ai the same epoch on the r-soale. Then 
since measures J(, Jr of the same small interval of time on the two scales 
are connected by 

At _ At 

T ~ V 

weh.T. '**> 

Now let a photon of frequency n, on the (-scale be emitted by a distant 
fundamental particle (or extra-galactic nebula) at epoch (q^Tq, and be 
received by the observer at epoch (j or r^, where 


*ologj^+(o. 


(39) 
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Wave-lengths 1 or A on the two soalee are connected with the corresponding 
fluencies by \v^c=ln. By (38) the emitted frequency satisfies )'o»ng, 
and \ff"‘cjVo=cln^ On the r-soale, the fundamental particles appear as 
relatively stationary, and there is no Doppler shift. Since frequencies are 
transmitted unchanged, the receiving observer, who has made no allowanoe 
for Doppler shift, will reckon the received wave-length as A^. 

Now consider the similar atom at the receiver. This will be absorbing 
the same frequency on the t-scale, and so the observer will call this frequency 
or Pi on the two scales, where n, and by (38) 


1^1= (40) 

Hence he will reckon the wave-length shift-ratio as 

wave-length calculated as received 

wave-length absorbed by a similar atom at epoch of reception 


« ^ 

Al 1*0 tg Uq Ig 

or by (39) a = 

But if /I is the (fixed) distance of the emitter on the r-scale, 


(41) 

(42) 


Tl-Tg+AIC-tg+AIC. 

Hence s = e^. (43) 

This is precisely the value found by a ^-calculation directly from the standard 
Doppler-effect formula in an earlier paper (Milne 1937, equation (22)). We 
see that on the t-scale the observer calculates the red-shift as a pure Doppler 
effect; on the r-scale, by (40), he considers the frequency of the standard 
atom at himself as steadily mcreasing, so that light emitted by a distant 
atom at an earlier epoch has apparently a lower frequency and so a longer 
wave-length at the moment of reception. 

We know from earlier work that if | | is the measure of a distance on 

the t-scale at epoch | | the measure of the same distance on the r-scale 

at the same epoch, then 

|Pil-^|n,|. («) 

If I Pj I is constant, | | decreases with epoch inversely as tj. Thus the 

foregoing shows that a wave-length Ai on the r-soale behaves just like a 
“distance”. 
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If the standard metre-rod is defined as a fixed number of ware-lengths, 
it should accordingly be decreasing on the r-scale, constant on the f-soale. 
But if it is defined as a material rod, consisting of a fixed number of atoms 
held together by electrostatic forces, we shall see in the Appendix that it 
should be increasing on the ^8oale, constant on the r-soale. It follows that 
the number of wave-lengths contained in the material standard metre at 
any instant should be increasing at the rate of about one part in 2 x 10* per 
year. 


Cosmological considsbations 

15 . It is relevant to the above calculation to point out here that the 
concurrent use of the t- and r-scales in this manner completely removes 
the difficulties encountered by Hubble in his recent book (1937). Hubble 
considered that either the red-shift must be attributed to a motion of 
recession, or else, if the nebulae are considered as stationary, it must be 
attributed to some entirely unknown cause new to physios. We now see 
that these are not two dtatinct possible phenomena, but different descriptions 
of the same phenomenon according to the scale of time adopted. In further 
confirmation, it may be pointed out that Hubble’s observations disclosed 
a density-distribution of nebulae increasing outwards if recession is adopted, 
and a homogeneous distribution if recession is denied. This is just what 
is predicted on the present treatment. In t-measure, corresponding to 
recession, the substratum gives an observable “world-picture” with a 
density-distribution increasing outwards; in r-measure it was shown 
(Milne 1937, p. 181) that in the hyperbolic space appropriate to this measure 
the density-distribution is strictly homogeneous. 


EiTBBOV and BLECTBOMAGNBTIO EADUTION 

16 . In calculating the energy of a qrstem of charges two points must 
be attended to. First, there is now no such thing as a test-charge, and is 
an intrinsic part of the complete system, Sj, ..., Secondly, to introduce 
a measure of “the energy of a system at an instant”, we must adopt some 
standard of simultaneity for the different charged particles in the experience 
of the given observer. Having fixed the observer 0 , we fix as his standard of 
simultaneity =1 . . . = f . This is not an invariant relation, as the set 
of events selected varies from observer to observer.* Other observers will 

* The same difhoulty does not appear in r-measure, since r is on invariant, 
behaving as a Newtonian tune. 
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ohooae “siinultaneous” eventa differently, although using the same oon- 
vention. Thus although expression (8) for the energy 0 is inTariant for all 
observers for a given set of events (Pi.ti) takes different 

numerical values for different observers on inserting a » . . . x> sinoe 
the particles will be in different places P, for the same value of t for different 
observers. This accounts for the fact that though (0) is derived firom 
invariant relations, and holds good identically even without making use of 
“retardation ” formulae, it is not itself an invariant relation. The right-hand 
side represents the negative rate of radiation of the system, but until 
“energy at an instant” has been defined, the phrase “rate of radiation” 
is meaningless. 

It is to be noticed that we have nowhere assumed the conservation of 
energy. Energy can only be defined in terms of mechanical work; the 
terms were shown in earlier papers to represent the accumulation 

of mechanical work performed on the particles of masses m,, positions 
epochs t, and velocities V, by the total external forces acting together with 
the pull of the substratum itself, the term 0 was then added to make the 
total stationary when the accelerations vanish. But the right-hand 
side of (6) may a priori be negative or positive. It would be irrelevant to 
ask “Where does the energy come from?” when the right-hand side is 
positive; energy is a construct, not a concept with which we have direct 
acquaintance. 

17. We now notice that our abandonment of the concept of an electro- 
magnetic field as existing at a given epoch at a given point independently 
of the velocity of the test-charge used to measure it, and its replacement by 
an analysis making E and H functions of the velocity V of the test-charge, 
render it impossible to represent an electromagnetic field as a state of the 
“aether”, even for a fixed observer. And since E and H do not exist as 
measurable quantities until the velocity V of the test-charge is stated, 
(E*+H*)/87r integrated through space has by itself no physical meaning. 
Hence in our treatment we cannot expect electromagnetic energy to be 
measurable by a volume integral. Instead, we measure it by (8). This 
imm ediately avoids the old difficulty of the infinity of the self-energy of a 
point-chaige on the classical theory, since in (8) energy is attributed only 
to pairs of charges. 

As a consequence we have no Poynting theorem; (6) replaces it. In the 
classioal derivation of Poynting’s theorem, the rate of performance of work 
on the charges present is calculated and converted into volume and surface 
integrals by replacing the charge-density p by (div £)/4?r. In our treatment 
there is no p, but only point-chargee, and we have no relation div E = 4np 
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at our disposal (of. (22)). Consequently the mathematical manipulations 
leading to Poynting’s theorem are not possible. 

But (6) fulfils all the duties of Poynting’s theorem. It would prima facie 
resemble it more olosely if we made the h 3 rpothesi 8 of the purely eleotro- 
magnotio origin of mass, which would be equivalent to putting each m, in 
(6) equal to zero. But this, besides being an od Aoc hypothesis, is not 
desirable on logical grounds, for inertial mass emerged in our kinematic 
treatment at a much earlier stage than electromagnetic phenomena — ^which 
indeed were only capable of discussion after gravitation had been dealt 
with. Since gravitational mass was proved equal to inertial mass m,, to 
put the inertial masses m, equal to zero would exclude the possibility of 
attributing gravitational effects to whatever emerged in the subsequent 
treatment as electromagnetic mass. 

Classical electromagnetism results ultimately in a conflict with ex- 
perience: it predicts that a set of charges moving with accelerations V, 

should radiate energy at a rate proportional to atom in a 

stationary state contains accelerated charges but is not radiating, in contra- 
diction, as is well recognized, wnth the prediction of the classical theory. 
Now the classical result is obtained by applying Poynting’s theorem, which 
essentially involves a belief in continuous distributions of charge of finite 
space-density; in our treatment, which gives a rigorous account of point- 
charges, instead of Poynting’s theorem we have (6), which makes the rate of 
change of energy a linear, not a quadratic, function of the accelerations. 

It would make the present paper too long to attempt an exhaustive 
discussion of the right-hand side of (6) and its comparison with the classical 
theory. I shall however consider briefly a particular case 

Take the case where only two charged particles are present. Then we have 


Hence 


Hence 


0av,- li ^ Z,,Zn+Z^Z, • 


2et^t, J- 


Putting ti = = t. 


^ Pi + Pil 

a^rcL li "■ 2cf J* 


Larmor 1900, Abraham 1914, Riohardaon 1916. 
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The second term in the square bracket is negligible in ordinary experience. 
Hence approximately 


Vi.gv^+V,.gv^ «*!_ 7, J* 


(46) 


By (6), this should be the negative rate of radiation of energy. 

Now let one of the charges, be the nucleus of an atom at rest, so that 
V| = 0, and let the other, Cj, be an electron moving in a “circular” orbit* 
round e,. Then the acceleration is |)erpcndicular to the velocity V^, and 
Vi.t^i=»0. Accordingly by {«) and (45) the sum of the mechanical and 
electromagnetic energies remains constant, and the system is in a non- 
radiating, i e. stationary, state. This is in accordance with the hypotheses 
of the quantum theory, in contrast to classical electromagnetic theory. It 
will be noticed that we have calculated the energy exactly as in Bohr’s 
original calculation, treating the electron as a massive point-charge. 

For an elliptic orbit, 0 oc l/j r | , « r, = I* oc - r/ 1 r 1®, and the negative 

rate of rsKliation for | f | ^c, is proportional to 

_ ^ 

|r||r|» 

-Hi 


The mean value of this in an orbit is zero, and so an elliptic orbit is also a 
stationary state. The actual “energy” fluctuates. 

The difficulty encountered on the classical theory, of how radiationless 
periodic systems containing accelerated charges can exist, is removed on 
the present theory os far as these examples go. Actual radiation must 
therefore be associated with interruptions of strictly periodic motion. An 
obvious example in which our treatment gives non-zero radiation is the 
case of a cathode ray particle entering matter, when the high speed electron 
has a linear deceleration. In this oeise is in the opposite direction to V^, 
and the term Vj . makes a non-zero contribution. Hence such a particle 
should radiate, as it does in the form of X-rays. 

Since the olassioal theory appears to give the right order of magnitude 
for the radiation when radiation is occurring, it is desirable to compare the 
aotualrates of radiation on the two theories. To illustrate ordersof magnitude, 
consider the following particular case. If an electron - e is in motion about 

* The secular change of radius with I in r-measuro is of course of no signifioanoe 
in the present calculation, which is conoemod with short timo-mtervals. 
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a nuoleuB + e with aooeleratioii /, velocity v, at distance r, the claadoal rate 
of radiation is => f treatment the rate of radiation depends 

on the scalar product of the vectors corresponding to /an4 v, and fluctuates 
with zero as its mean value over the orbit; its numerical value any 
instant, by ( 45 ), lies between 0 and v/|d>|/c*. Since |d>|oie*/r, the ratio 
6,/&i lies numerically between zero and something less than ewjrf. Now / 
is comparable with v^jr. Hence 1 *®® numerically between zero and 
something less than, but of the order of, c/v. For a nearly droular orbit it 
remains small, but it increases with the elliptidty. For a highly elliptical 
orbit, the classical radiation occurs principally near perihelion, and here v 
approaches the order of magnitude of c. This is sufficient to show that 
whilst the radiation is differently distributed over the orbit in the two oases, 
the orders of magnitude of the absolute values are not widely different. 
On the present treatment the total radiation over a complete orbit is zero, 
so that possibly actual radiation is to be associated either with the in- 
completed portions of orbits interrupted by a transition or with the transition 
itself. More detailed calculations would be required to investigate this, 
but space forbids. It is at least satisfactory that completed orbits give zero 
net radiation. If discrepancies are found in the actual amount of the 
radiation, it should be remembered that we are treating electrons as points, 
whilst the classical calculation, which uses Wieohert’s formula for the 
retarded potentials, depends essentially on treating an electron as a small 
region of finite charge-density (Richardson 1916, p. 244), though it is 
incapable of dealing with the forces (necessary to hold the electron together) 
which are implied by this view. Whatever view we take of the structure 
of ultimate particles, either they are for purposes of analysis infinitely 
divisible or else they reduce to a system of singularities. The present 
treatment should give the theory of pure singularities, whether the electron 
is an ultimate singularity or not. 

18 . In the present treatment "eneigy ” is not conserved from moment to 
moment, and the field itself is not the seat of the energy, but a mechanism 
for transferring energy from one particle to another. The theory thus 
amounts to an embodiment in analysis of the views put forward in 1924 by 
Bohr, Kramers and Slater, though in origin it is quite differmit, being a 
logical construct based on the hypothnsiB of zero radiation for non-accelerated 
systems and on a proper epistemological treatment of E and H and their 
mechanical effects. 
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GeAVITATION and BLBOTROBIAaNBTISM 


19. I oonolude the paper by showing how to handle in relativistic form 
problems in which gravitational and eleotromagnetio fields occur together. 
The only technical difidoulty is the construction of an appropriate measure 
of external force. We use the <-soale of time. 

Let X l>e the total gravitational potential due to condensations in the 
substratum, as constructed in previous papers. (The field of the substratum 
itself is of course taken into account through the form of the equations of 
motion.) Let E, H be the electric and magnetic intensities at a particle of 
mass m and charge e when its position vector is P, epoch t and velocity V. 
Then we seek to determine a scalar a such that the external force (F, Ff) 
can be represented by 


F 

f't 


0P^ 


Zcf 

Y\l 


VaH-| 1 , V 

(4fl) 

1 ^ 

jyj+ayj. 

(46') 


When these are inserted in the equations of motion (3), (3') of Part I, the 
energy equation (7) (Part I) yields 




(47) 


The other energy equation (6) (Part I), when we use the fact that x ^ 
homogeneous in P and t of degree zero, yields 

efE.fVi-P) PaV.H-] Id. ... , 

When EbO, we get from (47) and (48) 




the standard value for a for a purely gravitational field. When » 0, we get 

as in (9), Part I. The contrast between the last two relations brings out 
the difference between gravitational and electromagnetic fields. 



E. A. Milne 


Equation (48) may be written in the form 

and 80 exhibits the rate of change of kinetic energy plus gravitational 
energy as the rate of performance of work by the Larmor-Lorentz foroe 
m pushing the particle with velocity (V — Pft) relative to the local standard 
of rest — the whole modified by the secular factor 

20. When the gravitational and electromagnetic fields are due to a given 
set of massive charged particles, we use a separate epoch co-ordinate t, for 
each particle m,, and a separate coefficient a,. The gravitational potential 
A! = 2 l^^orming the energy equations for each particle in the presence 

of the remainder, we find the analogue of (47) to be 



and the analogue of (48) to be 




(60) 


Multiplying the last equation by Y*dtjdi and adding n similar equations 
we get 




^dt 


= i;tRate of performance of electromagnetic work]. 


The right-hand side may be reduced as in Part I, and we get eventually as 
the grand energy equation 

^[_i«..c*{!+j;+4>]. (61) 

The right-hand side is the negative rate of radiation, which is obtained at 
the joint expense of the mechanical, gravitational and electromagnetic 
energies. In the last equation it is supposed that we have taken 

<1-= = t. 

The equations preceding this are invariant in form on transformation from 
any fundamental observer to any other, and the whole set oonstitutee a 
unified relativistic treatment of gravitation and eleotromagnetiam. 
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Appendix 


The Bohr atom. Dirac’s cosmological relation 


1. As an example of the foregomg results, a simple Bohr atom will be 
treated according to the 1-dynamics and l-electrodynamics. 

Consider an electron of charge -c moving in the neighbourhood of a 
massive nucleus of charge -|- Ze. The electrostatic force of attraction in 
l-measore, by (46) and (43) (Part I), is - (l/l®) 2c*/r*. The vector equation 
of motion is equivalent to an equation of radial acceleration and an integral 
of angular momentum. The former is 

m(f -r^)= (62) 

neglecting relativistic refinements and assuming the nucleus at local rest. 
The system is “serai-isolated” (Milne 19370, p. 326), and its angular 
momentum is accordingly proportional to i. We therefore equate its angular 
momentum to {zhJ2n) {tltg), whore z is the azimuthal quantum number 
and Ag is the value of Planck’s constant corresponding to the choice Ig of 
our normalization constant, thus zhJ2nm the angular momentum at epoch 
1 = In doing this we are of course appealing to quantum rules outside 
our strictly kinematic synthesis. We then have 

(53) 


As shown in an earlier paper (Milne 1937c, p 17) in connexion with 
spiral nebulae, the solution of (62) and (63) corresponding to circular 
motion in the r-dynamics is 

r = r- = 

2mnrit’ 


(54) 


where 


2*hl 

'■» “ 4n'mZe*' 


(66) 
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In ('measure the orbits are equiangular spirals, and r oc (. Iliis is consistent 
with the description of the substratum, for the substratum had eero linear 
dimensions at (=>=0, and necessarily always contains the atom. On the 
r-scale the orbits are circular, of constant radius p given, by (36'), Part 1, by 

/) = * r^. ( 86 ) 

The atom thus behaves as a “rigid ” body on the r-soale, and a material 
rod built up of such atoms held together by electrostatic mechanical forces 
will also be “rigid" on the r-soale. It will therefore be expanding uniformly 
on the (-scale. It follows that if the nucleus of a distant “ receding ” nebula 
were imagined joined to ourselves by a material “rigid" rod, the end of the 
rod would maintain coincidence with the nebula.* This is in agreement 
with the “stationariness" of the nebulae as reckoned on the r-soale (Milne 
19376, p. 178). Moreover, a material “rigid" pendulum will keep r-time. 

In spite of the variation of (-radius, the energy of the atom remains 
constant. In (-measure, the kinetic energy T is given by 

T = Mf‘ + f*^*) = 


The first terra in the square bracket, arising from the small outward 00m- 
|K)nent of the spiral motion, is relatively n^ligible, and so approximately 

^ 2n hnZ'e* 


By formula (33), Part I, the electrostatic energy is 
Za* ( 47r*mZ*e* 

Ti,— 

Hence the total energy is given by 


W^T+0^- 




const., 


(67) 


as on the Bohr theory. 

When the atom undergoes a transition, the energy lost is transferred by 
the mechanism of the field-changes to some external system, and can be 
reckoned in the meantime as the energy of the liberated photon. If d IF is 


This question was originally suggested to me by Dr F. Simon. 
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it6 energy, it was shown by Whitrow (1936) by Idnematio arguments that 
its frequency n on the t-soale satisfies 

* universal constant. (58) 

Assuming this constant to be Aq, we get the Bohr formula, with the frequency 
reckoned on the f-soale. 


2. A referee has drawn my attention to the circumstance that the above 
calculations appear at first sight to violate the correspondence principle. 
For by (54), the rotational frequency ^/2jr in f-measure is proportional to 
l/f, whilst the frequency n of the photon in f-measure is constant. The corre- 
spondence principle asserts that for * large and A* = 1, the two frequencies 
should be equal. The explanation arises from the fact that the correspond- 
ence principle is an empirical relation between the dynamical frequencies 
of a mechanical system and the optical fmquencies Rational dynamics as 
usod in physios is stated m terms of the r-scale of time, and the calculated 
mechanical frequencies are expressed on the r-soale. On the other hand, we 
have shown in Part II that the electromagnetic elements satisfy the wave- 
equation on the <-scale, and the frequency of an electromagnetic vibration 
will be propagated as a constant on the f-scale ; moreover the purely 
kinematic considerations advanced by Whitrow show that the frequency 
of a photon is constant on the f-scale. The two scales and all corresponding 
measures agree when the normahzation constant tg is chosen to be the 
present value of <, but for other volues oft we shall expect the correspondence 
principle to take the form that in specified circumstances the mechanical 
frequency on the t - scale wt to the optical frequency on the t-acale. 

in this form, the correspondence principle is satisfied by the simple 
Bohr atom just considered For if w( = (?/27r) is the mechanical frequency 
on the f-scale, (a the same frequency on the r-scale, then 


t ^ 

" "" ”’<0 ” ^ 


const., 


(69) 


by (64) and (66) Hence for z largo, Az = 1, 


AW 

0 } — r n. 

*0 


(60) 


This puts the correspondence principle m a very remarkable light In 
connecting mechanical with optical frequencies it is the one bridge con- 
necting the two scales of time. With the interpretation we have given, it 
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puts in evidenoe a fundamental distinction between matter and radiation. 
Natural meohanioal time-keepers keep r-time; natural optical time-keepers 
keep ^time. On the i-soale, radiation in the universe is to be considered 
as reddened by recession; on the r-soale, atoms in a stationary universe 
emit and absorb radiation of a frequency v ai n(f/fo) which becomes faster 
or bluer as the atom ages. It is not a fanciful speculation to see in the 
interplay of radiation keeping f-time with matter obeying the classical laws 
of mechanics on the r-soale a phenomenon giving rise to the possibility of 
change in the universe tn time, and so an origm for the action of evolution 
in both the inorganic and organic universes 


3. We now consider Dirac’s cosmological relation ( 1937 ) in the light of 
the treatment of electrodynamics given in Parts I and II. The measure e of 
a charge was introduced ma a normalization constant tg, such that on the 
t-soale the number p agrees with the ordinary electrostatic measure at the 
epoch t = < 0 . The number e is of course a constant, but we should write it 
as Cq to indicate its dependence on tg. If we change the value of the normaliza- 
tion constant, then the number Cg is changed. To calculate this, we recall 
that the mechanical force between two equal charges Cg on the f-scale, when 
at distance r at time is 

tel 

tor' 


by (47), Part I This must have the same value whatever value is chosen 
for fg, and so if fg is changed to fj, Cg is changed to e^, where 


cj _ e} 
to ~ h 


(61) 


*11108 the ratio ej/lg is independent of the value used for fg 
Similar considerations apply to Planck’s constant. We have defined Ag 
as 271 times the angular momentum in the first Bohr orbit at t = fg. At time 
t the angular momentum is then (V^’^) (^Ad)> ^ indeixmdent 

of the choice of normalization constant Hence if corresponds to 


to h' 


(62) 


It must not be supposed that A or e change with the time.* They are 
constants in any given calculation, for all t, but their values depend on <g. 


• The possibility of h varying with the time has been oonsidered by Chalmers 
and Chalmera (1934), Nernst (1935) and others, but the present treatment is quite 
different. 
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It now follows that the fine-structure constant* Ac/2m* is independent 
of the normalization constant igs as it should be, since it is a pure number. 
We have in fact by (61) and (62) 


«!’ 


(63) 


Similarly the energy W of the Bohr atom just considered is independent of 
choice of fj, since it involves ej/AJ. On the other hand, the r-measure of the 
radius, namely Tq, involves AJ/eJ, and so is proportional to the value chosen 
for < 0 . This must be carefully distinguished from the circumstance that the 
f-measure of the radius increases proportionally to t. The same situation 
arises with regard to the r-measure of the length of a “rigid” rod For 
r ■■/9(f//o). and so poc <o. The number of wave-lengths contained m a given 
material rod is independent of tg, for the wave-length I, from ln = c,n = /iW 
is also proportional to <g. 

We are now in a position to consider Dirac’s relation. The gravitational 
attraction between a proton of mass and an electron of mass gives 
rise to a mechamcal force Fg given in f-measure by 



^0 > 

(64) 

where 

y = 

(66) 


and ifg is the mass of the (fictitious) homogeneous universe. Its value 
determined from = 6'66 x 10~* at the present epoch ^ = (g = 2 x 10* 
years « 0-6 x 10*^ seconds is ifg = 2-4 x 10** grams. (The same value bgiven 
by Jlfg = Jjr(cfg)*/)g, where pg = 10-*^ gram. cm.“* is the present mean 
density of the matter in the universe near ourselves.) The ratio a of ifg to 
has the value 

a 1.6x10’*. (66) 


The electrostatic attraction between the proton and electron gives rise 
to a mechanical force Fg given in f-measure by 


(67) 

where eg is now the charge on the electron. Hence the ratio fi of the electro- 
statio to the gravitational attraction is given by 


“jfj, c*fgfn,m, ' 


I 2-3 X 10”. 


* ProfesBor Dirac kindly directed my attention to this point. 


(68) 
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Dirac drew attention to the fact that a ie approximately the square of 
Assuming the relation to be exact we get 

From this Dirac concluded that M^cc t*, and inferred a continual creation 
of matter in the universe. But such an inference is not justified. Delation 
(69), if true, gives as a certain multiple of (to/ej)** which is independent 
of the choice of normalization constant <o- The value of for the i-unit of 
charge to agree with the present electrostatic unit is the present value of t, 
but <0 is a constant in all calculations. Observers at a later epoch would be 
led to assign the same value for Jfg. It is clear in fact that no inference 
implying the creation of matter could possibly arise in our treatment, since 
the d 3 mamics is based on counting observations which satisfy Boltzmann’s 
equation. 

If in (69) we put = c\ly^, we get 

= ej. (70) 

This relation involves only constants, and is independent of choice of tg, 
since ejoe Ij, ygoc From this the value of may be derived We find 

/g = 2'16x lOWsec. = 0-7 x 10» years, 

which is of the observed order of magnitude of the present value of t, as 
it should be. A theoretical derivation of (70), if possible at all, might disclose 
a factor like n. 


Summary 

Following the mathematical treatment of the preceding paper, a 
physical discussion is given in which it is shown that the concept of an 
electromagnetic field (E, H) as existing in &ee space independent of the 
circumstances of the test-charge used to measure it must be abandoned. 
Instead it is replaced by the concept of a |)air (E, H) which dejiend on the 
velocity V of the test-charge at the point concerned used to measure it. 
Nevertheless “field identities” are found which are satisfied at each event 
by the (E, H) as measured there; th^ identities are explicitly independent 
of the velocity V of the test-charge employed. These are stated as 
equations (18), (19), (20), (21). Two of them coincide with two of Maxwell’s 
equations, namely those expressing the non-existence of isolated magnetic 
poles and Faraday’s law of electromagnetic induction. The remaining two 



On (he equations of de(Ar(magneiism 367 

are modifloations of Maxwell’s other two equations for free space. They 
imply wave-prop€igation of E, H, and admit the existenoe of a vector- 
potential. 

With the abandonment of the concept of a field as existing in free space 
independent of the velocity of the test-charge used to measure it, the 
expression of electromagnetic enei^ as a volume integral must be 
abandoned also. Instead we have an expression for the electromagnetic 
energy associated with the different pairs of charges present in the field, 
calculated mechanically. The sum of this and the mechanical energies of 
the moving massive pcnrticles varies with the time according to a linear 
function of the accelerations of the charged particles in one another’s 
presence. The latter vanishes in certain well-defined circumstances, or has 
a mean value ssero, and this gives rise to the phenomenon of non-radiating, 
i.e. “stationary”, states. Rculiation occurs in certain cases of accelerated 
motion, but not for x>eriodio systems. The role of tho field is then the same 
as that put forward by Bohr, Kramers and Slater, namely that energy is 
not located in the field but that the field is the mechanism for oonvesdng 
energy from one set of charged particles to another. 

A unified treatment of gravitational and electromagnetic phenomena is 
briefly sketched, and the energy formula obtained. A sunple Bohr atom is 
treated on the present formulation of electrod3mamic8. Dirac’s cosmological 
relation is considered. 
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The crystalline structure of steel at fracture 
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[Plates 6—9) 

In a previoufl paper (Grough and Wood 1936) were descnbed the results 
of a research into the characteristics of deformation and fracture of a mild 
steel (0-1 % C) under static and fatigue stresses, in wliich precise methods 
of X-ray diffraction were used in a systematic study of the changes pro- 
duced in the crystalline structure by five stressmg systems. It was 
estabUshod, for the first time, that failure by static and cyclic stressing was 
characterized by exactly the same kind of progressive deterioration of the 
crystalline structure, fiiacture in all cases being assooiatetl with a break- 
down — complete or partial — of the crystal grains to a mass of crystallites 
having a limiting size of between 10“* and 10"® cm. and a completely 
random orientation. Under static stressing the sequence of changes in 
structure were successfully studied, while, usmg cyclic stresses, the 
separate and combined influences of the range of stress and the superior 
stress of the cycle were investigated, also the essential differences on the 
structure between the effects of safe and unsafe ranges of stress were 
clearly established. 

The present pa|ier describes the results of an investigation undertaken 
in the hope of obtaining a clearer insight into one of the features revealed 
by the previous research. In addition to a complete fragmentation of the 
structure into the limiting size of orystalhte, it was considered that a state 
of marked lattice distortion in the fragmented material was also a necessary 
condition of the fracture stage, but, as stated in the previous paper, the 
recorded radial broadening of the reflexion spots could not be ascribed 
with certainty to the presence of distortion in the lattice of the crystallites. 
It is very difficult to accept the view that the fracture stage is reached as a 
consequence of fragmented structure alone, for the employment of severe 
deformations to obtain cold-worked materials possessing increased hardness 
and increased nominal strength is common practice. These considerations 
suggested that further light might be thrown on this very important 
problem by the investigation of a material similar to that used previously 
but commencing with a structure which had already been brought to a 
fragmented condition by cold-rolling. 

[ 858 ] 
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A aupply of mild steel, in the nonnalized condition, was obtained, some 
of which was cold-worked by rolling so that a reduction in cross-sectional 
area of 49 % resulted. The structure of this cold-rolled material was found 
to be entirely fragmented, thus being very suitable for the required purpose, 
as the characteristics of deformation and fracture would not be confused 
by further fragmentation and should thus afford direct information on the 
conditions of the initiation of fracture. Simultaneously with the investiga- 
tion of the material in this deformed condition, further work has also been 
carried out on the steel in its normalized state; an improved X-ray 
technique was devised so that the behaviour of the same identical grains 
could be followed through successive stages of an experiment. 

Throughout the present experiments the fatigue method of testing has 
been used, as possessing the unique advantage that a progressive fracture 
can be produced after a great number of applications of the same stress 
conditions, thus enabling the onset of fracture to be examined at as many 
stages as desired. Of the many types of cyclic stressing available, choice 
fell upon that of reversed direct stresses as one by which specimens of the 
present material can be fractured without undeigoing any appreciable 
change in external shape or dimensions. 

With regard to the tests made on the normalized material, while the 
essential process of deterioration of structure is as established in the 
previous paper, the improved X-ray technique has established that 
repeated cycles of a safe range of stress do not, as fatigue stresses, produce 
any appreciable effect on the crystalline structure directly the safe range 
of stress is exceeded, however, a complete modification of structure results. 
Another very informative feature established by these tests is that the rate 
of deterioration of structure, due to an unsafe range of stress, decreases as 
the test progresses until a stable state is approached but not quite reached : 
the rate of deterioration accelerates during the last stage of the test and 
fracture results. These structure characteristics, which resemble other 
fatigue characteristics, suggest that the process of fragmentation is 
essentially of the nature of a strengthening effect, assisting the material to 
r^t or retard further changes due to the applied stressing system. If a 
state of equilibrium is actually attained, fracture would be indefinitely 
postponed. 

Although the above are matters of interest, major importanoe is attached 
to the results of the examination of the cold-rolled steel. Under safe stress 
ranges, no change whatever in the structure could be detected. But under 
unsafe ranges of stress, a most interesting effect was observed. The 
material initially gives an X-ray spectrum consisting of a continuous ring. 
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Ai the test prooeeda, a progreesive drop oooun in the intemdiy of the ring 
relative to the background, but there is no further radial diffbaion, which 
would indicate further break-up of the oryatallitea, nor any evidence of a 
state of preferred orientation. The effect is only to be accounted for by the 
incidence of heavy lattice distortion in the cryatallitee. 

The ezperimenta thus appear to have shown conclusively that the 
fracture stage of the steel represents the incidence of a certain condition of 
severe internal stress in the previously fragmented material, thus carrying 
to a further stage the work described in the previous paper. 

The details of the experimental work will now be given. 


Matbklal 

The material used for the investigation was a mild steel* which, on 
analysis, proved to have the following oomp<wition: C, 0*12%; Si, 0-22%; 
Mn, 0-62 %; S, 0*008%; P, 0*018%, Ni, 0*06%; Cr (trace). It was thus 
veiy similar to, although not of the same batch, as the steel used in the 
previous research (Gough and Wood 1936). The steel was supplied by the 
makers in the form of { in. diameter bar and was stated to have been 
normalized at 900° C. : a metallurgical examination made at the N.P.L. 
showed that the structure was typical of a low carbon steel in the hot- 
rolled condition. Some of the tests to be described were made on the 
material in the normalized condition as received. To provide cold-worked 
material, a bar of this normalized steel was cold-rolled so that its diameter 
was reduced from J to | in., giving areduotion in area of 49 % ; this reduc- 
tion was effected in thirteen passes, two through each of five holes and a 
further three passes through a sixth hole. No subsequent heat treatment 
was applied to the cold-rolled material which was tested in that condition. 
These two states of the steel will be referred to as the “normalized” and 
“oold-roUed” conditions. 

Static Tbnsilie Peopbetibs 

The principal static tensile properties of the steel in each condition were 
determined by tests made in a Dalby Autographic Recorder: the diagrams 
obtained are reproduced in fig. 1, while the deduced data are as follows: 

(1) Steel in normalized condition (specimen 2 A 13, diameter 0*600 in.) 

Upper yield stress, 18*0 tons/in.*; lower yield stress, 17*2 tons/in.*; 

* N.PJi. Reference Mark: JPH» 
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altmate tensile stncgth, 28*2 tons/in.*; breaking stress (on flttai area^, 
68 tons/in.*; elongation at fracture (on 4 in. gaiige length), 33|%, reduc- 
tion of area at fracture, 72 % ; “ cup and cone ” type of fracture. Attention 
is drawn to the drop of stress at the yield point (see fig. 1 a), a usual 
oharacteristio of mild steel. 
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(2) Steel %n cold-roUed condUum (specimen ICl, diameter 0*374 m ) 

No yield pomt* ultimate tensile strength, 66*6 tons/in.*, breaking stress 
(on final area), 73 tons/in *; elongation at fracture (on 3 in gauge length), 
6 % , reduction of area at fracture, 61 % , “cup and cone ” type of fracture. 
The absence of a yield pomt and the form of diagram obtained (see 
fig. 1 6) are characteristic of cold-rolled steel. 

Incidentally, data such as are given above are usually interpreted as 
indicating that the cold-rolling operation has conferred additional strength 
or hardness above that exhibito<i during a tensile test made on the material 
when in the normalized condition, but this has not been demonstrated in 
the above case. For considering the oold-roUed condition merely as an 
intermediate stage in the deformation of the original material and making 
correction for the change in diameter suffered in the cold-rolling, then the 
ultimate tensile strength and reduction of area at fracture of the cold- 
roUed steel become 28*0 tons/in.* and 75%, respectively, as against 
28*2 tons/in * and 72 % for the normalized condition. These figures corre- 
spond within the accuracy of the experiment, while the recorded figures of 
68 tons/in.* and 73 tons/in.* forbreakingstrength — which need no correction 
for change in area— again agree sufficiently closely as to afford no real 
evidence of strengthening by cold-rolling. 


VoLCUtV. A. 


*4 
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Patigttb tbst methods 


It was decided that, in the present tests, the progressive changes due to 
fatigue should be comphcated by superimposed plastic deformation as little 
as possible; stress cycles of reversed direi't loading (alternating tension and 
compression), having a numerical average value of zero, were therefore 
selected for application. As a result, none of the specimens exhibited any 
measurable change in dimensions after test, the diameter of each was 
carefully measured, at every stage of test, usmg accurate optical projection 
methods. The fatigue testa were named out in a well-known form of 
electro-magnetic testing maohino at a hequency of 2200 stress cycles per 
minute circular specimens (see fig. 2 6 , Gough and Wood, 1936 ) were 
employed, the diameters being 0-217 and 0-172 in. for the normalized and 
cold-rolled conditions, respectively 



Elongotion It on 3 inch 
90090 langth ■ Bdioma 
Fio. 1 6 


MbtHOD of X-KAY EXAMIKATION 

The X-ray technique used was that of the back-refiexion method as in 
the previous work with, however, two important modifications. First, the 
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X-ray spectrometer was adapted so that a specimen, examined at stages 
during its history, could be photographed each time at exactly the same 
point on the surface. It was possible, as a result, to follow the behaviour 
in detail of the same set of grains. This represents a definite advance on 
earlier X-ray technique, especially in the case of normalized material from 
which the incident beam is diffracted into a senes of separate reflexion 
spots. Any process causing dislocation or rotation, throwing a grain out of 
the reflecting position, is thus directly emphasized when photographs 
taken at successive stages are compared. On the other hand, since the 
number of reflexion s{x>ts involved is large, if photographs taken at 
different stages of a test are identical, spot for spot, the method shows, 
with a very high degree of sensitivity, that no change has taken place. 
The second feature utihzed an effect first noted in other work on heavily 
deformed metals. It has boon known for some time that the cold working 
of a metal affects the efficiency of diffraction for X-rays An appropnate 
wave-length for cold-worked mild steel is the Co-K radiation, which there- 
fore was employed in these experiments. 


Besults 

For each condition of the steel, the procedure adopted was, briefly, as 
follows. A series of endurance tests was first carried out, each individual 
test being made without interruption, in order to establish definitely the 
limiting range of stress for an indefinitely large number of stress cycles. 
In the majority of cases the specimen was submitted to X-ray examination 
before and after test only, thus giving information regarding the total 
changes produced. The limiting ranges thus being established, further 
specimens of each tjqie were tested at stress ranges slightly greater and, 
also, slightly less than the limiting range, each test being interrupted at 
regular (logarithmic) intervals for an X-ray examination m order to make a 
careful study of the progressive changes in structure which occurred. It 
may be mentioned that previous experience — confirmed by the present 
tests — had shown that during such interruptions, involving periods of rest, 
some degree of “recovery ” takes place so that the total endurance of such 
a specimen subjected to such an interrupted test usually exceeds that of a 
specimen tested without interruption. 

The results of the endurance tests which were not interrupted are as 
stated in Table I, from which it is seen that the limiting fatigue ranges of 
the metal in the normalized and cold-rolled conditions were clearly defined 
at ± 11-6 tons/in.* and ± 19-7 tons/in.*, respectively. [These are nominal 
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values reckoned on the cross-sectional areas of the specimens before test. 
It has been pointed out that the apparent ultimate tensile strength of the 
cold-rolled material, when corrected for the reduction of area suffered in 
the cold-rolling operation, agreed very closely with the ultimate tensile 
strength of the normalized material. Usmg the same correction, the 
fatigue strength of the rolled material would be estimated at 

± 11«6 X ~ = ± 22-7 tons/in.*. 

The experimental value obtained is ± 19-7 tons/in.* only, suggesting that 
the intrinsic fatigue strength of the metal has actually suffered deterioration 
during the operation of cold-rolling.] 


TABLK I. RksULTS ok fatigue TE.STS MADE WITHOUT INTERRUPTION 




Nominal ap- 


Deduced 



plied range 

Total number of 

bmiting 


Reference 

of direct 

cycles endured* 

range of 

Condition of 

mark of 

streHses 

(milboiM of 

stress 

steel 

specimen 

tons/in.* 

cycles) 

tons/in.' 

Normalizod 

2A6 

±13 

1-640B ] 



2A7 

±12* 

2 172B 



2A8 

±12 

4 148 B ' 

±116 


2A9 

±111 

0118 B 



2A10 

±lli 

31 012 U J 


Cold-rollod 

lAl 

±2« 

0-330 B 



1A2 

±24* 

0-390 B 



1A3 

±23 

0-912 B 



1A4 

±22 

1 608B 

. ± 19-7 


1A5 

±21 

0-898 B 


1A6 

±20 

2-230 B 



1A9 

±19* 

41-068 U 



1A7 

±19 

63-676 U 



* B denotos specimen oraokod or fractured at end of test. U denotes speoimon 
remaining unbroken at end of test. 


The results of the uninterrupted fatigue tests are shown, diagrammatic- 
ally, in fig. 2. 

Turning to the X-ray exammation, it is not necessary to describe the 
results of the examinations made on the specimens whose histories are 
recorded in Table 1, as the features disclosed are fully coveted by the 
characteristics now to be described of those specimens which were examined 
at progressive stages throughout each test. With the exception of fig. 11 
all the X-ray photographs reproduced with this paper were taken at posi- 
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tiona on the specimen through which the final fatigue fracture did ntrf pass. 
Photographs taken at the fracture show fragmented structure of which a 
sufficiently representative number of photographs were reproduced with 
the previous paper. 



Normalizetl condUian 

Considering, first, the results obtained on the steel in the normalized 
condition, the application of the improved X-ray technique disclosed 
features of interest which wore additional to those described in the previous 
paper on very similar material. These may be discussed in relation to the 
results obtained on the following typical specimens, representing the 
behaviour of the crystallmo structure under repeated cycles of reversed 
direct stress (a) at a range ( ± 1 IJ tons/in ») Just less than the fatigue range 
{ ± 11-7 tons/in.»), and (6) at ranges ( + 12 and ± 13 tons/in.*) just above 
this critical value. The particulars of the specimens used and of the stages 
at which an X-ray determination was ma<]e are summanzed in Table II. 

Specimen 2 All. This specimen was unbroken after 10’ cycles of 
± 11| tons/in.*, after which the test was discontinued. In the init.iii.1 
condition the specimen consists entirely of large perfect grains givmg on the 
X-ray photograph, as shown in fig. 3, a system of sharp separated reflexion 
spots. The photographs obtained at each of the five stages of the subse- 
quent history were exactly the same, spot for spot, despite the very large 
number of reflexions involved. It is only necessary to reproduce the 
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photograph obtained after 10^ cycles, fig. 4, for comparison with the original 
structure of fig. 3. This result therefore demonstrates, with a d^ree of 
sensitivity not hitherto employed, that repeated cycles of a safe range of 
stress do not, of themselves, produce any effect whatever on the crystalline 
structure, in connexion with this statement it will be recalled that, under 
the present mode of stressing, the specimen exhibits no measurable overall 
change in dimensions, so that this result is not complicated by the effects 
of any superposed plastic deformation and this observation applies also to 
the following specimens. 

TabLK II. iNTBRmjPTBD TESTS MADE ON SPEOIMENS OF STBBL IN THE 
NORMAUBKD CONMTION 

Stress range 

Specimen tons/sq. in. Stages of X-ray examination (cycles) 

2An ± Hi After 0, 10*, 10*, 10», 10* and 10» (unbrokfin) 

2A12* ±12 After 0. 10*, 10*, 10», 10*. 2x10*, 3x10*, 

4x 10», 10’, 3 03 X 10’ (fractured) 

2 A 15* ±13 After 0, 10*, 10*, 10*, 10», 2x10*, 6xl0», 

5 504 (fractured) 

* The total endurances of those specimens are greater than would be predicted 
from tlie results given m Table I and flg. 2 which relate to tests carried out without 
mterrujition. In our experience, this mereosed endurance is always a consequence 
of mterruptions and rest periods. 

Specimen 2^12. This specimen, tested at ±12 tons/in *, represents a 
very interesting cose. The initial photograph, fig. 6, is of the standard 
type for the normalized material, showing sharply defined reflexion spots. 
Fig. 6, obtained after lO* cycles, however, shows a complete change in the 
identity of the sjiots recorded; the replacement of the original sixits by 
fresh ones indicates a modification hi structure which could not be detected 
by earlier technique. Further changes of this nature were also clearly 
visible after !()* and after 10* cycles. A further examination made after 
10* cycles revealed only a small further change and the rate of change in 
the process of deterioration of structure was obviously slowing up to such 
an extent that changes in the features of the photographs taken after 
10*, 2 X 10«, 3 X 10*, 4 X 10* and 10’ might easily escape attention. Figs. 7 
(after 10* cycles), 8 (after 10* cycles) and 9 (after 10’ cycles) will sufficiently 
illustrate these characteristics . there is a distinct although slight difference 
between figs. 7 and 0, although little between 7 and 8. This specimen, 
which finally fractured after 3 x 10’ cycles, was tested at a range of stress 
( ± 12 tons/in.*) which only slightly exceeded the limiting safe range of 
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Btreaa (±11*7 tonfl/in.*) : the material ia clearly gubjected to a critical stress 
condition. The initial comparatively rapid rate of deterioration, decreases 
until a stable state is nearly, but not quite, reached. Tins rate accelerated 
again during the very last stages of the test as shown by fig. 10, which 
represents the structure after failure of the specimen at 3-03 x 10’ cycles, 
the structure of fig. 10 is entirely different from that of fig. 0. The fracture 
of the specimen took place at a position some distance away from the spot 
to which all those photographs relate. This resumption of activity in the 
last stages of test is reminiscent of the changes in hysterctic behaviour 
under fatigue stressing as shown by strain and temperature measurements. 
The fatigue range of strain or stress should be regarded as marking a 
dividing line between those conditions under which the structure of the 
material can or cannot attain a really stable condition* with a very 
uniform material, the limiting range is clearly marked, with less uniform 
material, this is not the case and the S/N curve often exhibits some 
considerable “scatter” of results m this region. 

Specimen 2 Al6. The object of the test made on this specimen also was 
to trace out the changes occurring under an unsafe range of stress of a 
value ( + 13 tons/in *) slightly greater than that used in the previous 
experiment on specimen 2 A 12. The structure at a selected spot was 
examined before the experiment, after its conclusion (when fracture 
occurred after 6*604 x 10* cycles) and at six intermediate stages, as 
recorded in Table II. The X-ray photographs obtained after 10*, 10*, 10*, 
10* and 2 X 10* cycles also showed clearly that a progressive change was in 
progress, the changes, as before, occurring at a decreasing rate but not 
slowing up to anything like the same extent as in specimen 2 A 12 With 
regard to the last stage of the test immediately leading to fracture and 
marked by an increase in the rate of modification of the structure, this 
stage must have been confined in the present instance to the last 0*604 x 10* 
cycles of the tost: although progressive changes wore definitely visible 
after 2 x 10* cycles, the next examination made after 6x10* cycles showed 
very little further change, yot the specimen fractured at a total endurance 
of 6*604 X 10* cycles. It does not appear to be necessary to reproduce 
photographs taken from this specimen. The essential features observed 
were exactly those previously illustrated. 

Thus, the present tests made on the normalized steel and using the 
improved and more sensitive X-ray technique, confirm the previous con- 
clusion that the repeated appheations of a range of stress less than the 
limiting fatigue range do not, in themselves, necessarily produce the 
slightest change in crystalline structure of the material. In addition, these 
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tests have disclosed that, under an unsafe range of stress, the deterioration 
of the structure caused by repeated cycles is very marked at the commence- 
ment of the test and then proceeds at a diminishing rate until just before 
actual fracture occurs. The smaller the exc^ of the apphed stress range 
over the limitmg range of stress, the nearer the approewsh to a state of 
complete stability under the apphed loading. 

The actual process of grain fragmentation by the dual processes of grain 
dislocation and the formation of crystallites is, of course, exactly as 
described in the previous pafier. The new technique, whereby the 
behaviours of individual grains have been studied, has enabled these 
characteristics to be identified with the disappearance of some reflexions 
and the appearance of now reflexions corresponding to the dislocated 
grains, it has also established definitely that, under some cases of fatigue 
stressing, the fragmentation is confined to occasional grains. 

Cold-raUed emdttxon 

Turning now to the fatigue characteristics exhibited by the steel in the 
cold-rolled state before test, typical specimens of this material were also 
examined at various stages of test under stress ranges in the neighbourhood 
of the limiting fatigue range which, it will be recalled, had the value of 
± I0-7 tons/in.*. Detailed reference may be made to the results of the 
typical studies made on the two 8|)ecimens whose cyclic histories are 
summarized in Table 111. 

TaBLR III. InTBBRUPTSD TKST8 MADB ON SPBCIMBNS OP STBBL IN 
THE COt-D-BOIXED CONPITION 
SUeesroaRC 

Specimen tona/in.' Stages of X-ray oxaminatiuii (cycles) 

1A8 ±191 After 0. 10*, 10*, 10*. 10*, 10’, 1107x10’ 

(unbroken) 

lAlO ±20J After 0. 10*. 10*, 10*, 10*. 2x10*, 3x10*, 

11 374x10* (fractured) 

Specimen, 1A8 represents the behaviour of specimens which withstood 
without fracture the applied cyclic stresses. The imtial state gave the 
diffuse diffraction ring of fig. 12. The crystallites into which the grains 
are broken down, and which are resiionsible for the continuous ring, must 
occupy at least the greater part of the volume, for even if any reflexions 
from existing largo grains are present, they are entirely submerged by the 
continuous ring. From other work on cold-worked metals it has been 
pointed out (Wood 1935) that there is a limiting lower size, for a given 
metal, beyond which the size of the crystallites cannot be reduced by further 
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working. This limit appears to have been reached in the present ooid- 
worked steel. 

As with the normalized steel, the examination showed that the applica- 
tion of cyclic stresses having this safe range produced no sign of change of 
any kind. To establish this fact, it is sufficient to compare the initial state 
of the material, as shown in hg. 12, with figs. 13 and 14 taken after 10^ and 
10’ cycles As far as can be seen, they are identical. The cold-worked 
specimens, therefore, obey the same criterion for safety as the normalized 

Specimen 1 A 10. This specimen shows the effect of rejieated cycles of a 
range of stress ( ± 20^ tons/in.*) which exceeds the fatigue range ( ± 19*7 
tons/in.*), The initial state, reproduced in fig. 16, was similar to that of the 
previous specimen. But under cyclic stressing, progressive changes took 
place leading to a final state which was very different from the original. 
After 10* cycles, the X-ray photograph, as reproduced in fig 16, showed a 
marked drop in intensity of the ring relative to the background. There was 
a further large decrease after 10* cycles, to such an extent that, at the last 
stage before fracture, it was only just possible to pick out the ring from the 
background. The effect is illustrated in the photographs reproduced in 
figs. 17-20 iniilusivo, which show the condition of the structure after 
10*, 2x 10*, 3x 10* and M4xl0’ cycles, rosixictively. These represent 
therefore, the progressive changes, leading to fracture, found in the crystal- 
line structure of a matenal which, prior to the ex])eriment8, had been cold- 
worked sufficiently to prevent any appreciable compensating effects due 
to further fragmentation of the grains. 

An estimation was made from microphotonieter measurements of the 
magnitude of the intensity change. The X-ray tube used had a double 
window, one of which was used for photographing the test specimens and 
the other for a standard specimen, so that the efficiency of the tube could 
be checked. Actually there was no change dunng the tests. The processing 
of the negatives was standardized so that the measurements were on the 
same basis; the measurements obtained are as stated in Table IV, which 
gives the difference in density* between the [xiak of the diffraction ring 
and the background. 

Table IV. Proorkhsive changes in density between peak of 

DIFFRACTION RING AND BACKGROUND 

No. of cycles ... 0 10» 10* 10* 10* 2x10* 3x10* 

Intensity diff. ... 0 21 014 0 13 013 0 07 0 06 0 03 

* 7) = log If! I, whom D = density, = mtonsity of light transnutted through clear 
film, I = intensity transmitted through point where measurement is taken. 



370 


H. J. Gough and W. A. Wood 


There ie thus a final drop of 86 % in the intensity. This is far beyond any 
experimental error, which would be of the order of a few per cent. 

As in the fatigue specimens, the same weakening of the diffraction ring 
is exhibited by the material when fractured by static tensile forces: 
figs. 21 and 22 relate to specimen ICI and illustrate the effect. Fig. 21 
shows the state of the material at the fracture position, where the specimen 
underwent local reduction of area, while fig. 22 was taken at a position 
where the specimen had suffered general elongation only. 

Apart from the above intensity changes, there were no other changes 
observed in the diffraction ring. In particular there was no further radial 
diffusion, which would have accompanied further break-up of the crystal- 
lites. Also, there was no departure from the original uniform distribution 
of intensity round the circumference; no state of preferred orientation of 
the crystallites had been created. The effect observed is only, therefore, to 
be accounted for by the incidence of heavy lattice distortion in the 
crystallites. This distortion appears to lie characterized by a “staggering” 
of the atoms about their normal positions in the crystal lattice, a process 
which would lead to the observed fall in intensity in a manner analogous 
to the influence of elevated temperature. 

The experiments thus appear to possess considerable significance as 
affording a direct explanation, supported by physical evidence, of the 
conditions at fracture of a metal. The stability of the atomic arrangement 
in the metal is the result of equilibrium between the positive ions and the 
surrounding electron distribution. Permanent deformation of the metal 
produces, in the first place, a process of grain dislocation and fragmentation 
leading to a structure consisting entirely of a mass of crystallites having a 
limiting size and completely random orientation. But the attainment of 
this condition is not the criterion of fracture ‘ in fact, although it is doubtful 
if the metal is really “strengthened” by such cold-working, it can certainly 
withstand, without plastic deformation, a greater strain or range of strain 
than in its initial state. There is also little doubt that this process of 
fragmentation, even m its early stages, has an influence on the stability of 
the atomic structure as shown, for example, by the well-known effect of 
cold-work m lowering the recrystallization temperatures of metals: the 
strain conditions at the boundaries of neighbouring crystallites of different 
orientation are probably responsible. But the investigation shows that the 
stage when fracture is imminent is approached only after the structure has 
become completely fragmented. Further cold working does not result in a 
further reduction in size of the crystallite but probably leads to a progres- 
sive distortion of the intrinsic structure of the crystallites themselves, the 
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atruoture as a mass continuing to exhibit random orientation. Whether 
that is the correct explanation or not of the setting up of severe internal 
atrains, the experiments have clearly demonstrated the progressive 
deterioration in the regularity of the atomic structure and electron 
distribution and, therefore, a disturbance of the equilibrium of the 
structure producing localised regions of weakness at which fracture can 
be initiated under the action of external forces whose magmtude would 
appear to be quite inadequate if the material were homogeneous and 
possessed the full theoretical strength. 
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1. iNTRonucnoN 

The essential contribution of Heisenbei^ to the theory of ferromagnetism 
was in showing that those eflFects which had been correlateil by means of 
the formal molecular field hypothesis of Weiss could be interpreted as 
arising from interchange interaction between electrons in atoms, of the 
same type as that involved in the formation of homopolar molecules. The 
Heisenberg method of approach has, however, proved in many ways less 
convenient in the detailed treatment of ferromagnetism than the metho<} 
initiated by Bloch for the theory of metallic properties generally, in which 
possible energy states are derived for electrons treated as waves travelling 
through the whole crystal The first approximation m this collective 
electron treatment is that of free electrons, for which the energy is purely 
kinetic, the number of states {ler unit energy range then being proportional 
to the square root of the energy. The effect of the periodic field of the lattice 
is to modify the distribution of states, giving rise to a senes of energy 
liands, separate or overlapping. Elaborate calculation is necessary to 
determine the form of these bands with any precision, though in general 
near the bottom of a band the energy density of states depends on the 
energy in the same way as for free electrons, but with a different pro- 
portionality factor, this holds also near the top of a band, the energy being 
measured downwards from that limit. The salient characteristics of metals 
depend on the electrons in unfilled bands. In particular, in the ferro- 
magnetic metals, iron, cobalt and nickel, the ferromagnetism may be 
attributed to the electrons in the partially filled band corresponding to 
the d electron states in the free atoms. The exchange interaction is such 
that, at low temperatures, instead of the electrons occupying the lowest 
states in balanced pain, there is an excess of electrons with spins pointing 
in one direction, giving rise to a spontaneous magnetization. The decrease 
of energy due to the exchange effect with increase in the number of excess 
parallel spins is accompanied by an increase due to the electrons moving 
to states of higher energy in the band. The equilibrium magnetization 
[ 372 ] 
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depends on the number of electrons, the form of the band, the magnitude 
of the exchange interaction, and the temperature, and must be calculated 
on the basis of Fermi-Dirac statistics. The primary purpose m this paper 
is the determination of the form of the magnetization temperature curves 
for bands of the standard type and for a range of values of the exchange 
interaction energy. Before discussing the particular problem more fully, 
the relation between the present and some of the previous work will be 
briefly indicated. 

The advantages of a collective electron treatment for ferromagnetism 
were pointed out some years ago in a paper (Stoner 1933) in which it was 
shown that such a treatment enabled an immediate interpretation to be 
given to the non-integral values of the atomic moments of the ferromagnetic 
metals, and of the variation of the moment with small atlditions of non- 
ferromagnetic metals in alloys Little was then known about the form of 
the electronic energy bands in transition metals, and the treatment was 
necessarily quahtative. Considerably greater precision in formulation 
became jiossible on the basis of a suggestion by Mott (1935)) having a 
general justification, on the form of the energy bands m the ferromagnetic 
metals. In nickel, in particular, it was suggested that a narrow d band was 
overlapped by a much wider a band, and that the top of the Femu distri- 
bution came at a {loint corres[)onding to 0-6 oleotron/atom m the a band, 
with a deficit of the same number in the d band, this number corresponding 
to the observed saturation moment of mckel at low temjieratures. (It may 
be noted that “holes” in bands are to a large extent magnetically equi- 
valent to the same number of electrons m otherwise empty bands, as is 
more fully discussed elsewhere (Stoner 1936a) ) This general idea of Mott 
has been developed successfully in a number of directions (cf. Mott and 
Jones 1936). A first step in the quantitative treatment of the eflfect of 
temperature on the magnetic properties of metals was the determination 
of the temperature dependence of free electron suseeptibihty (Stoner 
1935, 19366), the results obtained are applicable not only to free electrons 
but also to electrons in unfilled bands with the same type of energy distri- 
bution of states. Series expressions were derived appropriate to high and 
low temperatures, and values for the intermediate temperature range wore 
found by graphical interi>olation. In a subsequent discussion on spin 
paramagnetism in metals (Stoner 1936 a) a simple method of taking into 
account the effect of interchange interaction was described, the method 
being applicable to the determination of the temperature variation of the 
susceptibility of a ferromagnetic above the Curie point. Shortly after- 
wards the treatment was extended to deal with the spontaneous magnetiza- 



374 


E. C. Stoner 


tion below the Curie point and the general character of the modifications 
resulting from the use of Fermi-Dirac, in place of classical, statistics, was 
determined. It was found, however, that the method previously used, 
mvolving series calculations for high and low temperatures, and graphical 
interpolation, was inadequate to give numerical results of satisfactory 
precision, the lack of precision being most marked for the temperature 
range which was often of greatest interest as including the Curie point 
region. For precise numerical results, an accurate evaluation of a series of 
the basic Fermi-Dirac functions was indispensable. An extensive table of 
Fermi-Dirao functions is now available (McDougall and Stoner 1938) and 
this provides the necessary starting point for much of the computational 
work involved in the present paper. 

In the meantime two pajiors have appeared by Slater (1936 a, b) on 
the ferromagnetism of nickel, the first of which deals with the theoretical 
calculation of the low temperature saturation moment, the second with the 
temperature variation of the magnetization. An estimate is made of the 
form of the electronic energy bands, based on extrapolation of calculations 
for copper by the Wignor-Seitz method, the results confirming the essentials 
of Mott’s suggestion, a theoretical calculation is also made of the magnitude 
of the exchange mteraction. Numerical calculation then shows that the 
exchange effect is large enough to produce ferromagnetism, and there is 
fair agreement between the calculated exchange energy and that deduced 
from the observed Curie temperature. In the second paper numerical 
calculations arc msule of the free eneigy at a series of temperatures as a 
function of the magnetization, the equilibrium magnetization at each 
temperature being that for which the free energy is a minimum. The 
minima are very flat, and in view of the computational difficulties, all that 
can be said is that there is probably agreement with experiment to within 
the error of calculation. The method used dues not seem adapted to a 
precise determination of the magnetization as a function of temperature, 
but the computational difficulties are undoubtedly very formidable when 
the energy distribution of states in the band is known only in the form of 
numerical calculations 

With the assumption of a “standard” energy distribution of states in a 
band, precise calculations of the magnetization as a function of the 
temperature may be made by the methods to be described. Owing to the 
peculiarities in the forms of the electromc energy bands of particular 
metals, it cannot be claimed that the results will necessarily be strictly 
applicable to any actual ferromagnetic. For the results to be applicable 
with fair approximation, however, it is merely necessary that the band 
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form should approximate to the standard type over part of its range, up 
to and somewhat beyond the tup of the Fermi distribution. As far as can 
be judged from the graphical representation of the form of the d band in 
nickel, computed by the Wigner-Seitz method, the approximation is here 
reasonably close; the energy density of states near the top of the band 
(the portion here relevant) being roughly proportional to the square root 
of the energy measured downwards (see Slater 1936a, fig. i, p. 539). It 
is difficult to say how far the general character of the results is likely to be 
affected by sjieoial peculiarities m the form of bands, but this question 
opens up such a wide range of possibilities that it is hardly profitable to 
pursue it, except with reference to more detailed mformation about the 
band form for a particular metal. The choice of the standard liand form 
has the formal advantages that precise calculations are possible covering 
a wide range of variation of the relevant parameters, and that in the limit 
the results pass over into those obtamed on the basis of classical statistics. 

In the treatment it is convement to introduce the parameters eg. O', d 
and eg being the maximum particle energy at absolute zero (or the 
energy difference between this and the top of a band, when the “holes” 
in a band, rather than the electrons, are relevant) in the absence of 
exchange interaction, kO' a measure of the interaction energy, as explained 
more precisely below, 0 the Curie temperature at which the spontaneous 
magnetization becomes zero, and f the relative magnetization, i.e the ratio 
of the number of excess parallel spins to the total number of potentially 
effective spins (corresponding in nickel, for example, to the number of 
holes in the d band). The general problem is to determine ^ as a function of 
T. The parameter 6^' is so chosen that with classical statistics. O' = d\ with 
this statistics, as is well known, is a unique function of TfO, and 
f 0 = 1 A smgle series of calculations is therefore sufficient to determine 
the C> T relations for any value of kO'. (Such calculations have previously 
been carried out, Stoner 1931 ) With Fermi-Dirac statistics an additional 
parameter, Cg, is involved, and the work necessary to cover an adequate 
range of values of O' and eg is very much greater It is appropriate to 
consider ^ as a function of kTjeg, and to aim at obtaining sets of values of 
f oorrespondmg to different values of kO'/e^. It seems not to be practicable, 
in general, to obtam these values directly, and the procedure adopted as 
most convenient has been to calculate kO’je^ corresponding to different 
values of O'l. 0'2. ...) a senes of values of kTjeo (0, 0-06, 0-1, ...); 
from these results, it is then possible, by inverse interpolation, to obtain 
curves of the more usual form for particular values of kd'le^. Further, for 
comparison with the classical TjO curve, a series of TjO curves 
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may be obtained for a series of values of The classical curve 

corresponds to kd’je^-^ co. 

The theory is developed so as to cover the paramagnetism above the 
Curie jmint as well as the ferromagnetism below, since this must also be 
considered in any discussion of actual metals. The theoretical formulae 
are given, when appropriate, in a form suitable for numerical computation. 
Computational details are briefly described, and the results given in tabular 
and graphical form The results corresponding to classical statistics are 
included, as a standard for comparison. A considerably higher degree of 
precision has been aimed at than might appear necessary for any direct 
comparison with experiment for two reasons. One is that only a limited 
number of results can be given within the ranges of two variables, and any 
interpolation which may be required is hazardous unless the initial values 
are of adequate precision; the other is that the differences between numbers 
to be compared are often small, rendering a rather high precision necessary 
in the numbers themselves if the comparison is to be significant. Further, 
owing to the character of the functional relations involved, in some parts 
of the range the attamable precision in the final values obtained, which 
are of experimental interest, may be less by several powers of ten than that 
of the values of the basic functions used, so that for these ranges, at least, a 
much higher precision is essential in the basic computations than that 
desired in the final results. 


2. General THROBY 

The system to be considered is a set of electrons in a partially filled 
electronic energy band. The magnetic moment may be calculated from 
the general formula 

M = -{dFldH)j.^y, (2-1) 

where F is the free energy. With Ferrai-Dirac statistics, 

F^NkTti+Si, (2-2) 

where ii = -kT^\og[l + exp{Ti-(€,+e',)lkT}], 

the summation being taken over all the energy states The energy e, 
is taken to include the whole of the energy except that due to the exchange 
interaction which involves dependence on the magnetization as a whole, 
and that due to an external field. The corresponding terms make up 
which may be written 


C, = Cj +6j. 
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The effect of exchange interaction is to introduce a term proportional to 
the square of the magnetization (for a fuller theoretical discussion, 
reference may be made to Slater 1936a; see also Stoner 1936a), so that the 
corresponding energy jior unit volume E„, may be expressed as 

E„ = ia/*. 

Since = -al, 

the energy of an electron with spin antiparallel and parallel to 7 is given 

by 

= ±/iaI. 

Let M be the resultant magnetic moment of the N electrons, ^ the relative 
magnetization, and the number of clcotrons per unit volume. Then, 



^ - M/Np, 

(2-3) 


Cl = +/i*an,C. 


This will be wntten 

ti^tkOZ 

(2-4) 


Thus kd', as used here, is a measure of the exchange mteraction energy, 
and is such that 2kd'^ is the difference in energy for the spin parallel and 
antiparallel to the magnetization, while the difference in energy per 
electron m the completely magnetized state (C == I ) and the demagnetized 
state (^ = 0) is ^kO'. (It will bo shown below that 0'>0, where 0 is the 
Curie teraiierature except m the classical limit, when O' - 0, kO' will be 
roferretl to as the mteraction energy coefficient, that part only of the 
interaction energy which depends on number of excess parallel spins being 
understood.) Considering now the effect of the external field, the electron 
may bo treated as though the spin is orientated parallel or antiparallel to 
the resultant of the external field and the effective internal field due to 
exchange interaction, so that 

ei = Cl + e, = ± (I<?'C + /*//). 

Let v(e) be the number of states per unit energy range for one direction of 
spin; then 

Q = K«)log[l +exp{7-(e-jfcfl'f-/t7f)/I:7’}]de 

v(e)\og[l + exp{7i-(e + k0'^+/iH)lkT}]d€. (2*6) 
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It is oonvoniont to introduce the abbreviations 

X = cjkT-, P = kOXlkT - {O' IT) /?' = ftUlkT. (2-6) 

For bands of the standard form, 

i>(e) = oe*, 

and with £„ as the maximum electron energy when the electrons are in 
balanced pairs in the lowest energy states, 

iV = 2J ae*d£ = Ja4, 

giving v(e) = i(-/V/e|l)e*. (2-7) 

Substituting (2-6) and (2-7) in (2*6), 

= -iNkT(kT/eo)>J"j^f[log(l+exp(v-x+p+P')} 

X (I + exp(7 - X - /? - )} J d*. 
This formula is simplified by integrating by iiarts, since 

x‘ log{l + exp(i;-x))dx = = WV)- 

Thus, = - i^lkT(kT/eo)>[I',(v+P+P') + I',(v-P-P')] (2-8) 

Making use of the relation 

, (^-s) 

expressions are obtained for M and N from the formulae 
if = -{dFldH)j._y = -(0fl/a//), r p, 
and N = - {II kT) 

in the fonn 

M = lNMkTle,)*[i\{ri+p+P')-t\{r,-p-ft')], (210) 

N = lN{kTleo)KFi{V+P+P’) + ^i{V~P-fl')l (211) 

These are the two fundamental equations of the present treatment, from 
which more convenient forms appropriate to the various special cases 
may be derived, as will be shown. The function Fj(^) is one of the Fermi- 
Dirac functions which have been tabulated for a wide range of values of the 
argument (McBougall and Stoner 1938), while outside the range covered 
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by the tables it may be accurately computed by using a few terms of senes, 
which have also been given. Since the other functions are not further used 
in this paper, the subscript will be omitted, and also, where there is no 
ambiguity, the argument, i.e. 

i\(V) = m = (2'12) 

Series expansions 

The series oxiiansions requireil are generally based on the two series 
expansions for F{‘q), one appropnate for 7/<0 (corresponding approxi- 
mately to kTjef, > 1 ) and the other (as asymptotic series) for 7 > 1 (approxi- 
mately kTleo4, 1). 

For 17 < 0, F(7i) = ^ i (2- 1 3) 

where 

For 1, nv) = l7‘{l + . (2-14) 

where Oar = 2cj,(^)(J)(-4) .. (J-2r), 

and Car = 

It may be noted that 

Cg = >r*/12, rg = 7n*jT20, 

as these forms often enable the apjiearanoe of formulae to be simplified. 

The series (2- 13) and (2- 14) have previously been fully considered, a dis- 
cussion having been included of the number of terms to be taken in (2 14) 
to obtain the best apfiroxiniation (McDougall and Stoner 1938), and the 
methods for proceeding from senes in ly to series in (kl'jtf,) have been 
described (Stoner 1935, 1936a, fr), so that it will usually be sufficient in the 
sequel to give the final senes expressions without details of their derivation. 
As extensive use is made ot the inverse senes derived fn>m (2* 1 3) and (2-14) 
it may, however, be well to give these 
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where 




^ 1_V3 


6^2 676 

^ 3T “30 


= 0-353 663 39, 
= 0-067 640 91, 
= 0-006 763 96. 


For 1, writing y = {|F(i 7 )}*, 

*"j. 

where o; = c, ^ 

a't =■ |cl -f |C4 = ^ = 1 -217 613 64, 

oi = J<i-f 5g'c,C4-f = 25920 ” 


3. Pabahaunbtish 
(i) W tllioui tnUracUon 


When the exchange interaction effect la zero {fi = 0) the relative magneti- 
zation ia given by 


M ^ F{y + n- *\n-fi’) 

^ Nft F{v+/i')+F{v~fir 


(3-1) 


where 


/?' = /iHIkT. 


In the limit (eJkT)~>-0, F(7j)-y JrrM, and the claaaical reault is obtained: 


^ = tanh/?'. (3-2) 

Provided that fi' ia small, so that only the first power in H need be con- 
sidered, 

f=./?'(F7n (3-3) 

giving in the classical limit (for which F'jF-^l), the well-known result 

MIH = H/i*lkT. (3-4) 

It is usual in dealing with experimental results on paramagnetism to con- 
sider the inverse of the suscejitibihty as a function of temperature. In 
[iresenting the theoretical results with Fermi-Dirao statistics, it is con- 
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venient to consider kTle^ as the variable, rather than T, since F and F' are 
functions of ikT/Gg, and to express the relation (3'3) in the form 


1 /iH _kT F 
r eo ~ e~ F” 


(3-6) 


the quantity on the left being pro|>ortiona1 to the inverse of the suscepti- 
bility. The theoretical curves corresponding to this relation have boon 
approximately computed (Stoner 1935, 1936 6) using the methods indicated 
in § 1. 

(u) With interaction 

Provided that the magnetization is proportional to the external field, 
P and P' may both be treated as small, leading, in place of (3-3), to 


?=(/?+/?') (riF), (3-6) 

where P =* {O' jT) f, so that 




kf'F 


II 


l- 


( 9 ' r\ 

f' F/- 


(3-7) 


The relation for the inverse of the susceptibility, corresponding to (3'6), is 


1 liH F _k0' 
r fo “ eo ■ ’^0 ■ 


(3-8) 


This equation expresses in convenient form the conclusion which was 
previously drawn (Stoner 19360) that the effect of positive interchange 
interaction is to decrease by a constant amount the inverse of the suscepti- 
bility as calculated with neglect of interaction. From tlio computed values 
of the susceptibility without interaction, those for the suscejitibility above 
the Curie point can therefore be immediately obtained for any value of 
kO'je^ It may be noted that in the classical limit, (3-8) is e(|uivalent to 
the Weiss law. The Curie tein|)erature, 0, is the temiierature at which, in 
this approximation, the ratio of field to magnetization becomes zero, so 
that, from (3-8) 

O’ 10 = FjF'. (3-9) 


It may bo noted that the dei>ondence of O' on 0 is the same (a|>art from 
constant factors) as that of the inverse of the susceptibility, w'ithout inter- 
action, on T; the relation with (3-5) is brought out by writing (3'9) in the 
form 

F 

eo * F” 


(3-10) 
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4. FbBBOMAONETISM. OBKERAIi EQUATIONS 


The equations determining the spontaneous magnetization in the 
absence of an external field ((i' = 0) will now be considered. These are 
(2-10) and (2’ 11), which may be written in the form 



(4-1) 


(4-2) 

and the equation defining /?, 


P = (0'IT)^. 

(4-3) 


As a preliminary to an account of the method of dealing with these 
equations, it will perhaps bo useful to refer briefly to the methods applicable 
in the much simpler classical problem. In the classical hmit 
the two equations (4 1) and (4'2) reduce to the single equation 

f=tanh/?, (4'4) 

the simultaneous equations (4-;i) and (4*4) then determining the magneti- 
zation. It is readily shown (see below) that, in tliis limit, O' = 6, and it is 
possible to determine ^ for a given value of TjO by seeking the value of 
satisfying 

tanli/?//i = TjO. (4-5) 


and from this finding ^ from (4*3). The numerical results may be given as a 
table of values of f at equal intervals of TjO, generally the most useful 
form. It is, however, more convenient to determine OjT for a given value 
of f directly from the equation 


0 Unh-^C 




I 1 + ^ 

los,— j. 


(4-6) 


This method would ordinarily be applied to give values of TjO at equal 
mtervals of a form which is less familiar and which has some dis- 
advantages. The first method, however, is virtually impracticable in the 
Fermi-Dirao problem, and it is the analogue of the second which has been 
applied. 

The ultimate aim with the equations (4-1), (4-2) and (4-3) is to obtain ^ 
as a function of kT/e^ for a series of given values of kO'/e-Q. It is a simple 
matter to calculate the values of C, kTje^ and kO'jef^ corresponding to a given 
pair of values of ij and )?; but to obtain in this way an adequate series of 
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pairs of values of ^ and kTje^^ corresponding to a given kO'jeg would involve 
an amount of labour in computation and interpolation which would be 
prohibitive unless only rough values were required. The method finally 
adopted was to make the primary evaluations those of kO'/e^ for given 
values of tT/co and From (4-1) and (4-2), 



'(1+a 

(4-7) 



(4-8) 


From these equations {>1 i-fi) and (rj-fi) may be found by inverse inter- 
polation from the F{tj) tables or by the series (2-15) and (2-16) outside the 
range of the tables, for given values of kTJe^ and ^ Hence 7 and /? may be 
obtained, and from /?, using (4-3), the corresponding value of O'jT and so of 
kO'le^. From a table of values of appropriate intervals of kT/e^) for 

a given the value of kTjt-g for that f for any required value of kO'le^^ may 
then be found by inverse mteriiolation. The above outlines the method 
which 18 generally appbcablo. For certain jiarts of the range, however, 
the computational work may be greatly reduced by making use of relations 
obtainable in the form of scries exjiunsions, which are of additional value 
for checking purposes Apart from their use as aids to computation, these 
relations arc of value in bringing out some of the essential charactenstics 
of the numerical results; more [lartipularly in showing the character of the 
change in the de|)endonco of magnetization on tem^ierature resulting from 
the substitution of Fermi-Dirac for classical statistics. These relations are 
develofied in the next section. 


5 Fkrkomaqnktism sbbiks expansions 
(i) The Cvrte temperature 

The Cune temjieratiire, 0, is the temperature at whicli the spontaneous 
magnetization becomes zero. For f (and p) small, the left-hand sides of 
equations (4*2) and (4’3) may be expanded in a Taylor series, and by 
division 

^ = {PF'^.(mF” . ..}!{¥ ■t-imf'" -Y 

In the limit ^->0 (involving 

^^P(F'IF)^{0'IT){F'IF)i, 
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the temperature T for whioh this equation is satisfied being the Curie 
temperature, 0\ so that 

ffie^Fir. ( 6 - 1 ) 


This denvation is an alternative to that given above (see equations (3'9) 
and (3-10)) based on a consideration of the equation for paramagnetism 
above the Cune {>olnt. 

The series forms of the relation (6-1) for high and low temperatures are 
readily obtained. 

For i(9/eo> I, using (2-13), 

1+ I (6-2) 

r»l 


where 




4 

^ " SylnXko) ’ 


Tliis series expression shows that for e^jkd-^O, and that the ratio 

increases as kBje^ decreases (Numerical values of related coefiRcients more 
convenient for computation are given below, equation (5*6).) 

For jfcd/ep 4 1. using (2*14), 



(5-3) 


where aj = 0'548 31 1 , aj = 2'436 227. This expression is derived from the 
asymptotic series (2-14), and the kOje^ range for which it may be usefully 
applied is not appreciably extended by the inclusion of further terms. The 
relation shows at once that there is a lower limit to for the occurrence 
of spontaneous magnetization at any temperature For ferromagnetism to 
occur at all (i.e. fur kOjeo > 0) a necessary condition is 

kO'le^ > § (6-4) 


(ii) kO'/e^ 09 a function of kT/e^ and ^ 

The relation between kd'je^ and kSfe^ (i.e kTjCo for ^ = 0) is a special case 
of the more general relations between kOfe^ and kTle^ for any value of 
The procedure in obtaining the more general series expansions is similar, 
the starting {mint being equations (4*7) and (4-8). From these, inverse 
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series are obtained for +fi) and {ij—fi) and by subtraction a series for ^ 
and hence for O'jT (smce = (d'/T) f ). The senes appropriate for 
jfcr/eo> 1 will first be considered. For ^+/S<0, from (2*15), 

where the coefficients are those already given, and 




Similarly 1 + 2 K yli| . 

Taking loganthms, and subtracting. 

Expanding the second term, and dividing by 2, 

+ (36i-3hihi + 6i»)y»... 

= 72-^^os\~l+bly+Ky^+bl(i+my^ . ( 6 - 6 ) 

where the coefficients b’ are those already given in (5'2) for the series for 
d'jd. On exjianding the first term, 

it becomes clear that (5 6) reduces to (6'2) for f-^O. For computational 
purposes it is convenient to express (6-5) as a senes in Cf^jkT: 

where b; K, 


bl = -0-006 602 36, 
h; = +0-000 189 60. 
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The first term in (0'6) corresponds to the classical result (4-6). The most 
interesting point about the expression (6*6) is that it shows that, although 
O'jT may diflFer greatly from the classical value, unity, for T = 0, the 
increase in O'jT with for T constant, approximates closely to the classical 
increase (for eJkT->(i) provided that f is not too large: 

= + . (5-7) 

This result greatly facilitates computation for the larger values of kT/e^. 
(The coefficient of ((* ranges from 0*000 063 1 for kTjf-g •= 1*0 to 0*000 002 8 
for kTje^ = 2*0, the precision obtainable by this method for kTjea> 1-0 is 
comfiarable, or higher, than that obtainable by the general computational 
method, except jiossibly for ^>0 9.) 

A similar procedure may lie followed for kTjff, 4, 1, making use of the 
asymptotic senes expansion (2 16). The following expression is obtained. 

2/* - 2(f)f = 

where e,.(e,/t7’)(l + i:)l, z,~{i^kT)l\-0K 

For 1, neglecting terms beyond those in and {kTjeo)*, 


^0 




(r,*8) 


a formula agreeing, for C ^0, with that denved for in terms of 

kOjf^ (5*3). It is of interest to consider the form of the expression appro- 
priate for kTjeo-^O Providetl that fcT/f „ (1 - retauiing terms up to 

that in (I’T/fco)*, 

Proceeding to the limit, tliis expression shows that at absolute zero f may 
have a maximum value loss than 1 unless kO'/e^ exceeds a certain critical 
value. Denoting the value of ^ at absolute zero by 
k()' I 

giving ^<1 for kd'le„<2-*. 


Thus the value of ranges from 0 to 1 as kO'le^ ranges from | to 2“* 
(= 0*793 701). 
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Binomial expansion of (6-10) gives 


W 

Co 




Comparison with (5'3) then yields the approximate relation 


(“)■ 


2 12 
" 27 ‘n^' 

_ 2j^ 

3n 


^'-44 
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(5-11) 


( 6 - 12 ) 


showing that the (hirie temperature is closely iiroixirtional to the maximum 
magnetization, for small values of ^ (and so of kOle^). The approximate 
relation may bo expressed numerically by 


^kOlb„ = 0-300 105^0. 


(5-13) 


(iii) Magnetimtton near the Curte point 

Even in the classical problem it is not possible to obtain convenient 
expressions giving ^ as an explicit function of TjO for the whole of the range, 
but useful expressions may be given for TI0-> I The analogues of these 
appropriate for kOje^, > 1 and kOje^ 4, I will now be derived. The classical 
method is to express ^ first as a power series in ft, this methorl may be fol- 
lowed with Fenni-Dirac statistics, but as it involves subsequent elimination 
of rj, it is simpler to proceeil directly from the expressions already obtamed 
for kO'le^ as a function of tT/eo and i[. As the later terms in the series 
expansions are unwieldy, and are not required for comjiutation, the leading 
terms only will lie considered. 

For k$jeQ> 1, ^ < 1, the use of etpiations (6-2) and (3-0), retaimng terms 
up to those in y or (£g/kT)> and p, yields 


T 

6 


3^3\n)\\kdl \kTlf’ 


or,for{l-(r/<?)}->0, 


=3/1 1 

ld{Tie)jrie-*i 1 3y/(2n)\k0jj- 


(6-14) 

(5-16) 
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For computational purposes it may be noted that 


_1_ 

3V(2ff) 


0-132981. 


The classical result is obtained for the limit 0; in general the slope of 

the {TjO) curve at the Curie point is less than that given by classical 
statistics. 

For kOjf^ < I, ^->0, the result obtained, using (fl-3) and (6-8), is 




27 

2 '12 


O’l-QT 


(6-16) 


giving 


'A* 1 

jl(T ld)jTia-t-i 4 \eo/ 

= 22-208 610 (kdle^)*. 


For the low values of kOle^ for which this result applies the slope of the f*, 
(TjO) curve will be much less than that corresponding to (5-15). In this 
region {[g is small compared with unity and it is legitimate to substitute for 
kOjefi from (6- 1 2), loading to an alternative approximate expression, 

c*=a{i-(W}. (5-17) 


which gives 


Ld(T/0)jT/(»-*i.{.->o 


The numerical results given later show that (5-17) holds, as a formula for 
TjO, to an accuracy of within 1 % up to {[g = 0-8 for f/Cg <0-6 (see Table III, 
fig. 3). In the range for which (6-16) is applicable, {[0=1. The slope of the 
(C/So)*. (TjO) curve for TjO -> I thus changes from 3 to 2 as kOje^ changes 
from high to low values. The change, however, is not monotonic, the 
numerical results showmg that values somewhat lower than 2 occur in the 
intermediate range 


(iv) Approach to saturation 

It is hardly possible to obtain convenient series exjiressions for the 
approach to saturation at absolute zero having more than a very limited 
range of applicability; for the values of the temperature and magnetization 
are such that, in general, entirely different forms are appropriate for the 
approximate expression of the basic functions ^(7 + /?) and and 

the approximation given by simple expressions is not usually very close. 



Collective electron ferromagnetism 381 

Provided that ^ = 1, it is clear from (4-7) and (4'8) for C->£o» 

Uaing (4-1) and (4-2) an approximate expression for the magnetization is 




which, for 1 , becomes 


approximately, ^ = 1 - ^ ^ 


An expression for {if - fi) in terms of T and O' may be obtained by using the 
relation 




For (i; +/S) < 0, this gives, approximately, 




Substituting for (^ + /?) m (5- 1 9), 

which reduces, in the limit, to the classical result 

This expression will be approi)riate for e^jkO' -> 0 For (i/ + > 1 , 


and substitution in (6*19) gives 




The index of the exponential remains negative provided that kO'jeQ > 2~ the 
condition previously given, (6-10) for ^ = 1. It would not be expected that 
this expression would pass over into (6'20) for increasing values of kO'/e^, for 
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the two expressions are derived from approximations to which 

break down completely in the range between {ri+/J)p I and (^+/?)<0. 
The dominating factor in both expressions, however, is the exponential. 
Writing (5-21) in the form, 




it is evident that the rate of decrease of the magnetization with increase of 
temperature near absolute zero is greater the smaller kO’/to At the cntical 
value of for complete saturation absolute zero, the approxi- 

mate expression is 


S=l- 





(5-22) 


This expression, it should be emphasized, is of very specialized applicability, 
and even for the value of id'/®© for which it applies {kO'/eg = 2~1) the tem- 
perature range of a[(proximato validity aill bo very restneted. It does, 
however, mark the transition from the range of values of k6'lf>o for which 
the approach to saturation is exponential in character to that in which it 
may appropriately be represented by a power series. 

For kO'{eQ<'l-^, I , under these conditions, for kTje^-^’O, > 1 

and 1, and formulae for the variation of magnetization near 

absolute zero may be obtained from the relation (of. (5 0) and (5'IU)) 

2^0 “ ' 2C ■ 

(kTv 

■^12-Uor 

Wnting = *• fhe result obtained may bo put in the form 


Co 2-2 




(6-23) 


/(C) 


2C|(i-fC)*-(i-C)M, 


'271 (1-C*)» ■ 


_'i 


The value of/(^o) vanes little from unity for the range 0 ^ < 0-9. For 

Co"^ 0,/(Co) l-he value decreases slowly to a minimum of about 0*991 for 

^0 between 0*6 and 0-7, increases to 1*044 for ^ = 0*9, and subsequently 
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more rapidly (see Table IIIa). Since the above result may be 

written, for f/^-> 1, 


For Bubstitution from {5-12) then gives 


(5-24) 


W=1-(W. (6-25) 


as an expression valid for 1 well as for ^ 0, as sliowm above. 
For kOjEf^ - ► 0, therefore, the variation of magnetization over the whole range 
0 ^ kTjef^ ^ *** represented by the simple expression (6 26). It should 

be noted that the kdlf^ range for which the expression (5-24) is a valid repre- 
sentation of the approach to saturation is much wider than that for which 
the simple relation (5‘12) between 0 and holds. Since an expression in 
terms of {Tj6) is more immediately illuminating than one involving ^ and 
kTjkQ, it may finally be noted that for the whole range for which 

S„<l(W7s„<2-*) 

the temperature dependence of the magnetization for ->■ L may be 
represented by 

W=1-«(W, ( 5 ' 2 «) 

where 

of approximate value 1 . (The subsequent computational results show that 
up to = 0-8, a < !• 1 ) For comparison with the c’omputatioiial results, the 
following form is useful 

(TI0)=^y{l-{CIO^K (5-27) 

From the above treatment, for So< 
for^/^o^O, r >l, 




2V2 (e,Q 






Values of y obtained from this formula are given in Table III a ; the com- 
puted values are given in Table III and shown graphically in fig. 3 (see 
p. 403). 
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6. CoMPtTTATIONAI# DBTAOS AND BBSULTS 
(i) Relation beiween ^ and ( TjO) for (ejkd) -► 0 
In the limit tjk0->0 the present treatment gives the results of the simple 
quantum inodiiicatiun of the Weiss molecular field theory (or, equivalently, 
of the first approximation in the Heisenberg treatment) Table I gives the 
corresponding values of ^ as a function of TjO, and of TjO (and also ^/JT) as a 
function of An adequate table of this kind seems desirable in itself, and 
it serves here the (larticular purpose of providing a standard of comparison 
for the results as a whole. A four-i>lace table of ^ as a function of Tjd has been 
given previously (Stoner 1931); the values have been recomputed with 
higher precision, by the method indicated in § 4 (equation ( 4 - 5 )), using the 
tables of H ayashi (1926) for the hyperbolic functions, and the usual methods 
of interpolation. The values of TfO as a function of ^ can be readily obtained 
(see efjuation ( 4 'fi)) as Hayashi has tabulated the function tanh-* x Either 
method of tabulation, by itself, has dmwbacks as a representation of the 
functional relation between ^ and TjO, but the two methods together enable 
the whole range to be covered fairly adequately without extremely small 
intervals. The awkward ranges, in either form of the table, may be dealt 
with more convemently by the use of senes exfiansions, than by tabulation 
at very small intervals. 

Table I. Magnetization as a punotton op tkmpebaturb, and tkm- 

PEBATUBB AM A FUNCTION OP MAGNETIZATION, IN THE LIMIT (So/I^) ->■ 0 
COBBESPONDING TO CLASSICAL STATISTICS 



f, ri'lativo inatov^tixatiuii. 

0, Curie teinporature. 


Tie 

s 

C 

Tjd 

eiT 

0 0 

1-000 000 

0 0 

l-OOOOOO 

1000 000 

01 

1-000 0(M) 

01 

0 906 668 

1 003 353 

0 2 

0 099 909 

02 

0 986 621 

1 013 663 

03 

0 907 414 

0 3 

0 969 244 

1 031 732 

04 

0-985 624 

04 

0 944 178 

1 069 122 

0-60 

0 057 504 

0 60 

0 010 239 

1 098 612 

o-ns 

0 035 520 

0 66 

0 889 419 

1 124 330 

0-80 

0 907 337 

0 60 

0 865 617 

1 166 246 

0 6.5 

0-872 065 

0-66 

0 838 387 

1 192 767 

0 70 

0-828 635 

0-70 

0 807 102 

1 239 001 

0'76 

0 776 616 

0 75 

0 770 848 

1 207 273 

OHO 

0 710 412 

0 80 

0 728 191 

1-373 286 

0 85 

0 629 501 1 

0 85 

0-676 669 

1-477 827 

090 

0-626 420 

090 

0-611 322 

1 636 769 

0 05 

0 379 484 

0-98 

0 618 621 

1-028 100 

100 

0 000 000 

1 00 

0-000 000 

00 
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(ii) kO'/cQ 08 a function of kTje^ and ^ 

In the method followed here the primary computations are those of the 
reduced interaction energy coefficient, kO'/cg, as a function of the reduced 
temperature, kT/eg, and the relative magnetization, The fundamental 
procedure is that described in § 4 It may bo illustrated by details of the 
computation of kO'/eQ for kT/Cg = 0*4, ^ = 0*0 (A) and 0-5 (B). 

A. kT/e^ = 0-4, g =. 0-0. 

F{fi+fi) = F(r,-fi) = Fiv) = = 2-03623. 

By inverse interpolation in the table (McDougall and Stoner 1938), 

9 = 2-10087. 

By direct interpolation in the F'{^) table, 

F'{ii) = 1-33483. 

Whence O'lT * F/F' » 1-97420, 

ke'/e^ = 0-78968. 

It may be noted th^t this value of kd'jCf^ corresponds to a Curie tem- 
perature 6 , where kOje^ = 0-4. 

B. jfcr/ep 0-4, Z =. 0-6. 

= 3-96286, 

= 1-31762. 

By inverse interpolation, 

17 + /S = 2-98628, ij-fi » 0-91178. 

Whence, /? = 1-03676, 

6' IT = /?/C = 2-07360, 
kd'lco = 0-82940. 

The values of kO'/eg for C ■“ were obtained by the procedure A at 
intervals of 0- 1 over the range 0- 1 < kTjcQ < 2-0. The procedure B was used 
for f « 0-1, 0-2, ..., 0-9, 0-96 for the range 0-1 < AT/eb < I’O. The method 
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used for inverse interpolation was the two-machine method of Connie (1936). 
In the' course of this and subsequent stages of the work many hundreds of 
inverse interpolations must be made. The method described in connexion 
with the tables of Fermi-Dirac functions (MoDougall and Stoner 1938), 
involving the use of an inverse Taylor series, is appropriate for immediate 
application to the values tabulated and derivatives up to F"{7i)). 
The method has advantages over those involving direct interpolation for 
estimated interpolates, requires only one machine, and is not unduly time 
consuming if only a few values are needed. If many inverse interpolations 
are required, however, the Comrie method is very much quicker, even if it is 
necessary to draw up diflFerenee tables for the tabulated function. The 
method is particularly convenient if differences beyond the third may be 
neglected, or if the fourth difference is sufRciently small that it may be taken 
into account by modifying the second difference by the “throw-back” 
method. In most of the present work the first and tliird and the modified 
second differences were used, and usually the error in the inverse interpolate 
was then within that due to uncertainty in the last digit of the tabulated 
function. Under these bonditions the time required for inverse inter- 
polation, using two machines, is little greater than that for direct inter- 
polation. Use is made of the values of the Besselian interpolation coefficients 
tabulated by Comrie. For full details of the method reference may be made 
to Comne’s account. 

For the range in which the required inverse interpolates were most con- 
centrated, it was found advantageous to draw up an inverse table, givmg 
If at equal intervals of and to use direct interpolation for the particular 

values required. This table covered the range 0*30 < F(ji) < 6-0 (corre- 
sponding to 1-03593 Kv ^ 4-I1739)withthefol1owingrange8andinterval8: 
0-30-1-00 (0-02); 1-00 - 2-60 (0-06); 2-6- 6-0 (O-l). Outside this range, 
inverse interpolation was carried out directly using the F(i;) table. 

The values of for kTfsg = 0 for the different values of f (these 
Iiarticular values are referred to as were found by the use of equation (6-10) 
and are given in the first line of Table II. 

For kT/e^ ^ M, the values of kO'je^ are more readily calculated by the 
method indicated in connexion with equations (6-6) and (5-7). The value for 
f « 0-6, for example, is obtained by adding to the computed value of 
(S' IT) for ^ =* 0-0 the “olassioal” difference between (S'jT) for f = 0-0 and 
f xs 0-6 (obtained from Table I), and the small correction term in (ej/iS:T)f 
of equation (6-7). A comparison with the values obtained by the standard 
method for kTje^ =» 1-0 shows that the maximum error in S’jT in the range 
covered will not exceed 0*6 in the fifth decimal place (this being the error for 
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tr/ep »■ 1*0, f B= 0‘96) and will uaually be very much lesa. The values of 
kO'le^ for f = 0-0 for tT/ep > 1*0 were computed both by the standard 
method and by the series (6-6). At ifcT/ep = 1*0, the two values differed by 
0*6 in the fifth place. As zfcT/ep increases, the precision attainable by the 
standard method decreases (it is limited by the accuracy to which is 
known) while that of the series method (using a fixed number of terms — those 
of equation (6'6)) increases. The seri«j values are slightly high, the error 
will be approximately proportional to {eJkT)*, and assuming that it is 0'6 
in the fifth place at kT/b^ = I'O, it will become less than 1 in the sixth place 
for ifeT/ep > 1*4. By the use of the two methods the values of kO'le^ over the 
range l*0^fcT/eoi?2'0 were obtained with a probable accuracy of within 
2 or 3 units in the sixth place, the rounded five-place values given should 
be correct to one unit in the last place. 

The interval of 0* 1 in kTle^ can be i-educed to 0'06 without difficulty for 
ikT/ep > 0-4. For smaller values of kTje^, however, the higher differences are 
large, and interpolation is inaccurate. Values of kO'/e^ were, therefore, also 
computed for kT/e^ == 0-05, 0- 1 5, 0*25 and 0-3S, the last agreeing throughout 
to within 0’3 in the fifth place with the values found by interpolation. For 
JfcT/fc'o =» 0-05 the values of F(7iffl), except for C = 0-0, were outside the 
range of the F(ij) table, and the values of (^ -t- p) were obtained by the use of 
the series relation (2- 10). A check on the values for f = 0 0 is obtained by 
the use of the series relation (6-3) for kO'/e^. (This formula (5-3), it may be 
noted, though convenient, is of limited applicability It is satisfactory up 
to kTjeQ s 0-05, the error then being within 1 in the sixth place, but even 
for ArT/cp ^ 0-10, the error is about 4 in the fifth place ) 

The rounded values given in Table 11 are believed to be correct to 1 unit 
in the last (fifth) place. This is probably the limit which can be consistently 
attained throughout the table, in so tar as the values are derived from the 
published F{'^) values. Using the values on which these were based the 
accuracy is greater— probably to within 2 umts in the sixth place; a check 
by the method of differences indicates that this degree of accuracy is 
attained in the values on which Table II is based, but little useful purpose 
would be served by encumbormg Table II with an additional doubtful 
digit in each entry. It may bo added that the computation of values of 
kd'lBfi for f > 0-96 would in general be somewhat laborious, as F{Ti+fi) and 
F{V—fi) would usually (ie outside the range of the tables, and two rather 
troublesome series calculations would be required for each value of kd'/e^. 

The general character of the relations shown numerically in the table is 
shown graphically in fig. 1, in which kd'je^ is plotted against A;T/eg for 
C - 0-0, 0-6, 0-8 and 0-96. The corresponding classical relations are also 
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shown by the straight lines of slope BjT (see Table I). This figure shows in 
perhaps the most immediately mgnifioant way the oharaoter of the modifica- 
tion resulting from the replacement of olassioal by Fermi-Dirao statistios. 
The curve for ^ » 0*0 is of particular interest as it gives the relation between 
the reduced Curie temperature (jW/fio * kTje^iar^ = 0'0)andthemf^putude 
of the interaction energy coefficient. (It corresponds to the first column of 
Table II.) Moreover, the height of this curve (Wje^) is proportional to the 
inverse of the susceptibility in the absence of interchange interaction; and 
by lowering the curve by an amount so that it intersects the 
axis at kdfeQ, the curve to the right of the intersection gives a representation 
of the variation with temperature of the inverse of the susceptibility above 
the Curie point. 



Fio. 1, Wte^ as a function of kT/e, and ^ for C = 0-0, 0 0, 0-8 and 0 96. h&', inter- 
action energy coefficient, e^, maximum Fermi w>ro point energy, without interaction. 

relative magnetisation. The numbers on the curves give the values of f. The 
straight lines are asymptotes to the curves and represent the classical relations betwerai 
6 and T which hold for e,lkd'-*0. 

For kd'jeo<2j3, spontaneous m^pietisation does not occur, while for 
2/3 < kd'jeQ < 2“*, 0 < < 1 where g, is the maximum value of the relative 
magnetization, that at absolute zero. This effect has no classioal analogue. 




Table II. Wje^ as a FimcTiOH oe iT/«o astd ^ 

W, mteraotion enentgy coefficient; manmiim Fermi zeroptomt energy, without interaction; relative magnetization. 

Af IS the magnetic moment, iV the total number of electrons, /(the Bohr magneton. {FateJbS' -*■ 0, where 0 is the Cum teoqim 
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It is shown in fig. 1 by the different heights at which the different ^ curves 
meet the kO'le^ axis. The relation between WjeQ and ^ is shown in fig. 2. 
The curve corresponds to the first line of Table II, but is plotted so as to 
bring out the character of the inverse relation. 



Fio. 2. ati a function of relative inaKnotiKatiun at abttolute zero. 

For {:, = 0 0, k0'le^ = 2/3, for S,= l-0, W7eB = 2-». 


(iii) ifcT/eg as a function of kd’jeQ and C 
The variation with temperature of the spontaneous magnetization of a 
material characterized by a particular value of the interaction energy 
coefficient kff' and the Fermi zero point energy may be determined by 
inverse interpolation of Table II. It is necessary to determine, for each value 
of the value of kT/eg corresponding to the particular value of kO'le^. 
(This corresponds, graphically, to a determination of the values of kTje^ at 
the points of intersection of horizontal constant kO'jc^ line with the curves of 
fig. 1.) The precision with which the inverse interpolation may be made is 
limited, ultimately, by the precision with which the kO'je^ values have been 
computed. For the higher values of kTje^ for each value of ^ in Table 11 
this attainable precision is reached by the method of inverse interpolation 
described above. For the lower values, however, the higher differences 
become so large that the method is inaccurate. This difficulty affects mainly 
the range of kO'je^ for which the relative magnetization at absolute zero, 
is less than unity, and it is convenient to consider this range separately, 
partly for this reason, and partly because a method of presenting the results 
slightly different from that used for the higher values of kB'l% seems 
appropriate. 
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(a) 2/8 < < 2-*. 

As hag been shown, spontaneous magnetization does not ooour for 
W7®o< l> while for k0'l€^<2-^, ^ is less than unity. For this range it is 
appropriate to consider the magnetization relations for suitably spaced 
values of ^ rather than of values of kTje^ have therefore been 

determined for different values of ^ (the values in Table II) for a series of 
values of ^ (0-0, 0*1, 0*2, ...). The results are given in Table III. For the 
value of kd'jeo for which ^ reaches the value unity {kO'le^ = 2^* = 0-793701 ) 
the value of kTjcQ for which ^ = 0 is 0-4066. As this is the highest iT/e# 
V6due for the range, inverse interpolation is required entirely in the first 
part of Table If. In this region the first differences are small (as will be 
immediately apparent from the curves of fig. 1) which limits the attainable 
precision of the inverse interpolate, and the higher differences are large (or 
not available for the first few entries) which renders the simple method of 
inverse interpolation inaccurate. The second difficulty could be overcome 
by reducing the intervals in Table II, but as this cannot be done accurately 
by interpolation in this part of the table, a very considerable number of 
additional computations (of the typo A and B of (ii)) would be required. 
The procedure adopted was to make inverse interpolations by the simple 
method (extrapolating the differenctM where necessary on the assumption, 
of approximate validity, that the functions are even in the argument 
kT/e^ near ifcT/co = 0) and to recalculate kO’/Cf^ from the approximate values 
of kTje^ so obtained. The values of d(kO'l€^)ld{kTleo) can be found with 
sufficient accuracy from Table II (using Comrie’s tables for computing 
derivatives from differences) to correct the approximate values of (ikT'/sg). 
The approximate and corrected values occasionally differed by 1 in the fourth 
decimal place for kTjCf, <0-1, but usually by much less. 

The values of kd'Jeo corresponding to given values of ^ can be found 
(by equation (6-10)) without difficulty (using Barlow’s tables) to seven 
decimal places; but in general the values of k6' I on which those given in 
Table II are based cannot claim an accuracy greater than 1 in the sixth place. 
This applies in particular to the values for f = 0, the accuracy of which 
depends on that of F'{rj). (The accuracy of the values for ^ > 0 depends on 
that of +fi)- F{ri - /?), which is in most cases considerably greater than 
F'{^), but has the same absolute uncertainty, so that the relative un- 
certainty is considerably smaller.) Assuming an uncertainty of 1 in the sixth 
place in the kd'le^ values, there is an unavoidable uncertainty in the kTje^ 
values found by inverse interpolation, which would range, for S = 0, from 
about 3 in the fifth place for the first entry in the table = 0-0300) to 
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about 2 in the sixth place for the last (ibT’/eg » 0-4060). With referenoe to 
the first of these, it seems somewhat surprising, though the reason is 
obvious on consideraiion, that a value can be given correctly to only 3 
significant figures when it is derived from functions (the F('^)) which have 
been evaluated correctly to 8 significant figures (using 6 or 10 in the oom> 
putations). The values for iT/e, on which those in Table III are based for 
^ ^ 0-3 are, however, probably correct to at least 1 in the fifth place, and 
for the few entries for < 0-3, more accurate evaluations of the basic func- 
tions have been made, using the series (2-13) and (2-10). Not only, therefore, 
should the values of iT/fig l*e correct to within 1 in the fourth place (m given), 
but also the other values tabulated (which are based on the six place values 
of kT/e^) should not be in error by more than 1 in the last place. It should 
bo stated that owing to the peculiar character of the variation of the 
functions the application of the method of difierenoes to the tabulated 
values in this range can in general give only a very rough check. 

The second entry in the columns 0 < f ^ for each value of ^ gives TJB, 
or (ifc7'/fig)/(A:d/eg), )fcd/€g being the value of hTje^ for ^ 0. The third entry 

gives y = (T/d)/{l - ({i/5o)*}* (s®® equation 0-27), and so gives an unmediate 
indication of the extent by which the form of the magnetization-temperature 
curve differs from that given by the simple formula, 

(W=l-(»*. (6-1) 

It has been shown that for the range in which ^ < 1 , y --»■ 1 for (f/fg) -► 0, 
and further that y approaches 1 for the whole range of values of as ^ 
approaches zero. This is borne out by the computed values in the table. 
A theoretical formula for y for has also been given (equation (6-27)); 
the corresponding values (using the computed values of ^^/eg) are shown in 
Table III a, these serving to supplement the computed values for 
shown in Table III. The set of values is sufficient to indicate the character of 
the deviations from the simple magnetization-temperature relation (6-1) 
over the whole range. Some of the results are shown graphically in fig. 3. 
(Since y has been determined only for integral values of lOf the form of the 
curves is not determined with any precision in the range between 
(^-0-l)/gg and 1 for the higher values of The curves do not provide 
information additional to that in the tables, but serve to bring out its 
character.) Curves are not shown for the smaller values of ^ (0-1, 0-2 and 
0-3) but it is evident from the values in the tables that these lie below that 
for gg * 0-4. For all values of f/gg, y at first increases and then decreases 
with but the change occurs in such a way that for ^ 0-6 the variation 
over the range is not monotonio, and a minimum appears in the curves. 



(1) (2) TjO, (3) {Tj0)l{\ — {Z!^'f\^- In the column ^=: (M). the value of is gi^ 
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TaBUD III A. Some MAONTTCDBS OHABAOTBBIZINO THS MAOBSnZATIOB 
BBLATIONS FOR THB BANOB 2/3 < kd'jeQ < 2 -* 

For explanation of the symbols f, and 6, and for the values of W'/sb a“d W/«b« 
see Table III. The second column shows the deviation from linearity in the relation 
between iW/e, and (2 ^/Sw = 0-300106.) The values m the oolunm (C/{i^)*/{l - (TI6)} 
are approximations to the negative slope of the (T/0) curve at the Cune point. 

The ooeffloient y is defined by 

In the calculation of the values for -> is required, and also the values in 

oolunm 2. (See equations (6-23) to (6 27).) 

3g (fcfl/e ,) l-(T/e) 

& 2^2- {, ■ for{:/{;=0-l 

0 0 (l-OOOO) (2 00) 

01 0 0090 200 

0-2 O-09O5 202 

0-3 0-9980 2-03 

0-4 0-9046 2-04 

0 6 0 0016 2 02 ' 

0-6 0-0936 1 06 

0-7 1 0069 1-88 

0 8 1-0363 1-81 

0-9 1-0989 1-74 

0- 96 1-1617 1-74 

1- 0 1-3646 1-84 


Tablb III B. Approximate vamies of Tjd as a fttnction of 
FOB kOje ^ 0. In this umit T/d ~ {1 - (g/go)*}* 

0-0 1-000 000 

0 1 0-994 987 

0-2 0-979 796 

0-3 0-963 939 

0-4 0-016 616 

0-60 0-866 026 

0-66 0-836 166 

0 60 0-800 000 

0-66 0-769 034 

0-70 0-714 143 

0-76 0-661 438 

0-80 0-600 000 

0-86 0-626 783 

0-90 0-435 800 

0-96 0-312 260 


m 
(1-0000) 
0 9003 
0-6680 
0-9960 
0 9947 

0- 0928 
0 0912 

0 9025 

1 - 0022 

1 0442 
1-1230 


y for 

(1-0000) 
1 0004 
1-0012 
1-0036 
1-0082 
10122 
1 0109 
0 9079 
0-9648 
0 8906 
0 8123 


1-00 


0-000 000 
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The indicationB ore that this minimum persiete, beoomii^ more pronounced, 
and occurring closer to = 1 as (lo increases in the range of leffle^ corre- 
sponding to ^ < I. The approximate representation of the magnetization 
curves by a formula of the type (6-1) becomes increasingly less appropriate. 
The result to be mainly emphasized, however, is that even up to ^ = 0*7, 
7 never differs from unity by as much as 2 %, so that in this range, the very 
simple expression (B- 1 ), considered as a formula for gives a surprisingly 

close approximation to the magnetization as a function of (TjO) over the 
whole temperature range in which spontaneous magnetization occurs. In 
view of this approximate validity of the formula (6- 1 ) over a fairly extended 
range, the values of {1 - (^/^)*}* are given in Table III a, this table being 
complementary to Table I. It may be noticed that in the limit here con- 
sidered, (TjO) IS the same function of (^/^) as is (^/^) of (TjO), so that one 
set of pairs of values corresponds to the two sets in Table I. 



Fla. 3. Curves showing the deviation of the magnetization-toinporaturo relation 
from that given by the fonnula (S/fi,)* = 1 - (T(6)*. y = {Tf0)/[l - {£/&)•}* : relative 
magnetization; {i, relative magnetization at absolute zero. The numbon on the 
curve give the values of 

The second column in Table III A shows that the relation between ^ and 
kOje^ is linear to within 1 % up to Co 0'7, there being 'agreement to this 
extent with the approximate formula (6* 13). At first the ratio {kOje^^) 
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decreases, as indicated by (5-12), though rather more rapidly (illustrating 
the failings of formulae based on the asymptotic series expansions), and 
subsequently increases. The values in the third column give an approxima- 
tion to the slope of the curve at the Curie point. (These were determined by 
calculating the kTfe^ values corresponding to » 0- 1 , first approximations 
being obtained by interpolation from Table III. For reasons already dis- 
cussed, high precision cannot be claimed for these values.) The slope at first 
increases slightly from the limiting value 2, decreases to a minimum, and 
finally increases; this increase continues with increase of kd'je^ beyond the 
range under immediate consideration, eventually approaching the value 3 
in the classical limit (corresponding to e^lkd' -> 0) 

(6) ifcg7efl> 2-* =0-793701. 

In the range of values of kO'jea in which the interchange interaction is 
sufficient to produce complete saturation at absolute zero (^ = 1), it is 
appropriate to consider the character of the magnetization curves for a 
series of suitably spaaed values of Table IV are given the values of 

hTje^ for ^ = 0-0, 0- 1 , . . . , 0-9 and 0’95 for values of hd'je^ at intervals of 0- 1 
from 0-8 to 2-0. These are obtained by inverse interpolation from Table II. 
The differences are such that, except for the smaller values of the 

larger values of the values of kTje^ obtained by the use of the Comrio two- 
machine method as described above should be as accurate as the precision 
of the tabulated values of Table II allows. This was tested by carrying out a 
direct calculation (by the procedure B above) with the kTjej^ values found 
for £ = 0-9 and 0-95 for the kO'je^ range 0-8 to 1-2. It was found that the 
corrected and approximate values agreed to within I unit in the sixth place, 
except for Jfc<?7*o * ^’8, showing that in general in the range covered by 
Table IV it is unnecessary to carry out the lengthy “recalculations” which 
are required in connexion with Table III. The values in Table IV for 
A;T/eg should be correct to 1 unit in the fifth place (as given), and the other 
values tabulated (based on six-place kTje^ values) should not be in error by 
more than 1 or 2 units in the last place. The method of differences, however, 
is apphcable only as a rough check, {lartioularly for the entries corresponding 
to the higher ^ and lower values. 

The second entry in the columns ^>0-0 for each value of kG'/e^ gives 
TjO. The third entry gives the ratio of Tjd to the value (T/^),, corre- 
sponding to the classical limit (Table I). The sequence of values of these 
ratios for a given k&’jeQ gives an immediate indication of the character of 
the magnetization temperature curve by comparison with the standard 
classical curve, while the manner of approach to the classicEd type of curve 
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is shown by the sequence for given values of C- The values of Tfd for a given 
C are smaUer than the classical values, and the ratio {Tld)HTId)^ is smaller 
the larger the value of For a given the ratio decreases more and more 
rapidly with decreasing kO'/e^ becoming zero at the values of kO'je^ shown in 
the first line of Table II. The variation for a given value of is the same 
8kB that for a given g down to the limiting value for which i^= I =* 

0*703701), below this value of kO'le^, however, the ratio falls to a minimum 
and subsequently increases, and, after passing through a slight maximum, 
finally attains a limiting value corresponding to the TjO value shown in 
Table IIIb. (The occurrence of the secondary maximum as well as the 
minimum is indicated by the numbers on which the curves of fig 3 are based. ) 

In detail the variation in the character of the relation between Tjd and 
as kd'le^ decreases from high values to the limiting value of | (corre- 
sponding to a decrease of kd/e^ from high values to zero) is remarkably 
complex The salient points are that the Tjd curves always fall below 
the classical curve, the difference being most pronounced (if the ratio of the 
TjO values is considered) for the larger values of the change proceeds 
monotonically until kd'je^ reaches the critical value which is just sufficient 
to produce saturation at absolute zero; the curves for lower values of kO'/ef, 
may lie in part or wholly above the curve for this critioal kS'le^, finally 
approaching the form inchoated by the numbers in Table Ills. 

(iv) Oraphical representations 

The general character of the relations expressed by the values in Tables III 
and IV is most readily appreciated with the aid of graphical illustrations. 
In fig. 4 a number of curves are given showing C as a function of kT/e^ for a 
series of values of kd'/ef,. The failing curves give the spontaneous magnetiza- 
tion below the Curie point, while the rising curves on the right give {/iH /Cco), 
a quantity proportional to the inverse of the susceptibility above the Curie 
point. As these quantities are obtained simply by subtracting kO'je^ from 
the values given in the column f = 0*0 in Table II (see equation (3*8)) it is 
lumeoessary to tabulate them explicitly. These inverse susoeptibihty curves 
approach asymptotically a aeries of parallel lines, of slope unity, passing 
through the points kT/eg = kO'le^ on the kT/e^ axis. 

Since with the simple form of the classical statistical treatment is a 
unique function of TjO, it has become usual to plot these quantities as found 
experimentally with ferromagnetics with a view to comparison with theory. 
With Fermi-Dirac statistics, the curves differ according to the value of kO'/e^; 
a series of such curves is shown in fig. 6. The values of kO'fe^ correspond to 
those in fig. 4, except that the classical curve (kd'IcQ -*■ oo) is drawn in place of 
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that for Wje^ ■ 1-4. For TjO < 1, all the curves corresponding to values of 
W I greater than that required to produce saturation lie between those 
shown for = 0-794 and oo; and similarly for the curves corresponding to 
the inverse of the susceptibility. The inverse susceptibility curves approach 
parallel asymptotes, of slope unity, passing through the points d'/d on the 
Tjd axis. An adequate representation of the differences in the curves for 

values of kO'le^ such that 1 is hardly possible in this form; the curve 
shown for = 0-6 differs inappreciably for Tld< I from the limiting curve 
for ^->0. Although the curves below the Curie point for this range of 
kO’/e^ values are very similar, the inverse susceptibility curves are sharply 
distinguished from those for the range for which 
other, in that the slope of the asymptotes is equal to ^ instead of to unity; 
this is due to the absolute saturation moment (corresponding to complete 
alignment of the available electron spins) being greater than the attainable 
saturation moment at absolute zero. 



Fio. 4. Spontaneous magnetization below and inverse of susceptibility above the 
Cuno pomt as functions of /fcT/e,. C, relative magnetization . The numbers on the curves 
give the values of The two curves on the left correspond to values giving 

= 0-5 = 0-680410) and the cntioal value for complete saturation at absolute 

zero,{;i= 10(^/6, = 0-793701). The falling curves (scale on left) give the spontaneous 
magnetization below the Cune point, the nsing curves (scale on right) a quantity 
proportional tO the mverse of the susceptibility (;^ oc f/Zf). 

The curves of the type shown in fig. 6 (or the numbers on which they are 
based) are particularly appropriate for purposes of comparison with experi- 




Collective electron ferromagnetism 


409 



410 


E. C. Stoner 


ment, for the data required for the ooustruotion of the corresponding experi- 
mental curves are obtainable directly from measurements of magnetic 
characteristics (i.e. without a knowledge of the Fermi zero point energy, 
£g, which would be required in constructing experimental curves of the type 
shown in fig, 4). The theoretical curves give an immediate indication of the 
nature of the differences in observable magnetic characteristics which may 
be associated with differences in the ratio of the mteraction energy coefficient, 
kd', to the Fermi energy, e,. 

7. Oekkral discussion 

The results of the present treatment of ferromagnetism, as embodied in 
Tables I-IV of § 6, and in the formulae of §§ 3-6, are, formally, sets of rela- 
tions consistent with the premises involved m the initial equations (|2). 
A comparison of the results with those found experimentally should provide 
evidence as to whether the premises are appropriate as approximate repre- 
sentations of the physical conditions in ferromagnetics. The value of the 
treatment is not, however, to be measured simply from the degree of agree- 
ment obtainable m a casual com{)anson. The value lies rather in the com- 
pleteness of the scheme obtained of possible magnetic characteristics con- 
sistent with basic relations of a very simple ty^ie, those relations being of a 
kind indicated by more general theory, the development of which is inde- 
pendent, at least in principle, of the particular applications being made. 

Any adequate discussion of experimental results m relation to the scheme 
would involve the consideration of other factors, such as those concerned 
in the various “domain” effects in ferromagnetics, which would rather 
confuse the immediate questions at issue besides extending the paper very 
considerably. A straightforward comparison of the theoretical results for 
the variation of magnetization with temperature below the Curie point can- 
not be made, for the experiments do not yield directly, with any certainty, 
the values of the spontaneous magnetization, with which the theory deals 
(cf. Stoner 1936c). Even if allowance could easily bo made for domain 
effects, however, it would be desirable to defer the fuller consideration of the 
expenmental results until a more rigorous treatment of electronio specific 
heats in ferromagnetics has been developed. This would enable further 
information to be obtained about the Fermi zero point energy, £o> which, as 
far as the magnetic results alone are concerned, has rather the character of a 
parameter adjustable to obtain the best fit. Although use has been made of 
provisional estimates of £, for nickel derived from the specific heat (of. 
Stoner 1936(1) a much more satisfactory treatment of this problem can be 
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developed without undue difficulty on the baais of the computational results 
which have now been obtained. With this additional information it may be 
anticipated that a much less arbitrary comparison with experiment will be 
possible. 

Excluding detailed consideration, a few general comments on the 
relation between the theoretical and experimental results are appropriate. 
In previous comparisons of the experimental magnetization curves below 
the Curie point of nickel, iron and cobalt (Tyler 1930, 1931, Stoner 1931) 
with the classical theoretical curve (the curve labelled oo in fig. 5), it has been 
found that there is general agreement in form. The experimental curve, 
however, falls more rapidly at low temperatures and near the Curie point, 
crossing over the theoretical curve in the region of Tjd values of 0-6-0-7. 
The low temperature discrepancy is brought out by the fact that the 
experimental results are better represented by a law of approach involving 
T* or T* rather than exp( - 0/T). This is in line with the present treatment. 
It IS only for very large values of the interchange interaction (or strictly of 
the ratio that the Fermi-Dirao curve approximates at low tempera- 
tures to that given by classical statistics, while for lower values of the 
approach to saturation is better represented by a law involving a power of T, 
ultimately TK Near the Curie point the curves for different values of kO'le^ 
do not differ greatly from each other; but since all the curves lie below the 
classical curve for the whole range, while the experimental curve lies above 
for the last part of the range, it is apparent that other factors must be 
involved than those considered in this treatment. It is possible that the 
discrepancy arises from neglect of domain effects, a neglect analogous in 
some respects to neglect of local order effects in order-disorder phenomena 
in alloys, the consideration of which leads to important modifications in the 
Curie point region. 

For temperatures above the Curie point the difficulties connected with 
distinguishing between the "true” and “apparent” magnetization dis- 
appear. The curvature of the I lx, T lines which is unmistakably shown by 
the observations, and which is inexplicable on the basis of classical statistics, 
is an immediate consequence of the present treatment; at the same time, 
the approximate linearity over long ranges, which is also established 
experimentally, emerges from the detailed computations (see figs. 4, 6). 
Moreover, it follows from the theory that the value of the saturation 
moment deduced from the paramagnetism above the Curie point (by 
applying the usual Weiss law relations) will in general differ from that 
indicated by the magnetization at low temperatures. This will hold even 
when there is complete saturation at absolute zero (^ = 1 ), for the slopes of 
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the approximately linear portions of the l/x» T carves are in general lees 
than those of the asymptotes (so that higher saturation moments would be 
inferred), and the apparent discrepancy will be even greater if complete 
saturation is not attained (^ < 1). 

Attention has previously been drawn to the insufEdenoy of a positive 
interaction effect as a condition for ferromagnetism (Stoner 1936 a); the 
interaction energy coeffident must exceed a certain critical value {kO'le^ > | ). 
The further point that saturation at absolute zero is incomplete unless a 
second critical value is exceeded is of particular interest, as 

showing that the number of “holes” in the electron bands concerned may be 
appreciably greater than that indicated by the magnetization. This possi- 
bility has been noticed and bnefly discussed by Slater (19366). The 
quantitative treatment of this particular effect given here, it may be noted, 
follows entirely from an elementary application of Permi-Dirac statistics, 
though the precise forms of the magnetization temperature curves con be 
determined only by the rather elaborate computations. 

It is perhaps desirable to refer again explicitly to the fact that the 
particularities in many of the relations obtained, such as that between 
kd'jeg and ^ (see flg. 2) are dependent on the form of energy band assumed, 
in which the energy density of states is proportional to the square root of 
the energy, measured from an appropriate zero. It seems unlikely, however, 
that the general character of the results should be critically dependent on 
this precise form. The treatment has the advantages that it enables the 
changes to be followed over the complete range of parameters which would 
be relevant in almost any treatment, and that it links up with the familiar 
and useful Weiss treatment of ferromagnetism (which is, in fact, a special 
case), with the theory of spin paramagnetbm of free electrons, and with 
the general theory of metals as treated by the method of collective electron 
energy bands. 

I have pleasure in acknowledging my indebtedness to the Government 
Grants Committee of the Royal Society for the loan of a Brunsviga calcu- 
lating machine. 


Summary 

After a brief survey of the problem of ferromagnetism (§ 1), general 
equations are obtained, using Fermi-Dirao statistics, for the magnetic 
moment Jf of a number N of electrons in an unfilled energy band of standard 
form, for which the interchange interaction effects give rise to a term in the 



Collective electron ferromagnetism 413 

energy expression proportional to the square of the magnetization (§ 2). The 
relative magnetization, ^ ( = MjN/t), is expressible as an implicit function 
of the reduced field, tempemture, kTle^ and interaction energy 

coefficient, where e<, is the Fermi zero energy without interchange 

interaction. Particular limits correspond to previously considered equations 
for electron spin paramagnetism, and the Weiss-Heisenberg “classical” 
equations for ferro- and paramagnetism. 

The treatment of paramagnetism above the Curie point, 0, is straight- 
forward (§3). The general method of dealing with the spontaneous mag- 
netization below the Curie point (§4) is to obtain first values of kO'fe^ 
corresponding to a series of values of kTje^ and ^ (Table II, fig. 1). 
From these, values of kTjeQ as a function of ^ for a series of values of 
kd'je^ are obtained by inverse interpolation (Tables III, IV, figs. 4, 5) (§0). 
The computational work is based largely on the use of tabulated values 
of Fermi-Dirac functions (McDougall and Stoner 1938). 

The character of the de[)endenoe of on kT/co or on TjO depends on the 
ratio kO'je^, the classical results being obtained for eJkO' -> 0. A necessary 
condition for ferro-magnetism is > t> while for kS'/eo < 2"* =» 0-793701 , 

the relative magnetization at absolute zero, is less than unity (fig. 2). For 
small values of ^ the magnetization-temperature curve is closely repre- 
sented by 

(»*=1-(W. 

but the curve does not change monotonically to the classical form (Table I) 
as kO'/Cf, increases (fig. 5) It is not possible to describe briefly the rather 
complex changes in detail of the curves (§§ 5, 6). 

In addition to the numerical results, senes expansions ajipropriate for 
particular ranges are given for kO'le^ as a function of kd/e^, and of kTjSf^ and 
f ; and expressions are derived for the variation of magnetization near the 
Curie point, and at low temperatures (§6). 

A full discussion of the experimental results is deferred, but it is shown 
that a major difficulty is removed in that the lack of agreement in the 
values deduced for the saturation moment from the paramagnetism above 
the Curie point and from the low temperature magnetization receives an 
immediate interpretation on the basis of the theoretical scheme (§ 7). 

Refebences 

Conuie, L. J. 1936 "Interpolation and Allied Tables.’’ Reprinted from the 
Ahnanae for 1937 : H.M. Stationery OfiBoe. 

Hayashi, K. 1926 “Sieben- imd mehretellige Tafeln der Kreu- und Hyperbel- 
fonktionen.” Berlm; Springer, 



414 


MoDougall, J. and bvoner. E. C. 1938 PhUoa. Trana. A, 337, 67. 

Mott, N. F. 1935 Proe. Phya. Soe. 47, S71. 

Mott, N.F. and Jones, H. 1936 “The Theoiy of the Properties of Metals and Alloys." 
Oxford. 

Slater, J. C. 1936 a Phya, Rav. 49, 537. 

— 1936 6 Phya. Rev, 49, 631. 

Stoner, E. C. 1931 PhiL Mag. 13, 737. 

— 1933 Phtl. Mag. 15. 1018. 

— 193s <Soc. A, 153, 672. 

— 1936 a Proe. Roy. 80 c. A, 154, 656. 

— 1936 6 Proe. Leeda Phil. Soe. 3, 191. 

— 1936 c PhUoa. Trana. A, 335, 165. 

— 1936 d Phil. Mag. 33. 81. 

Tyler, F. 1930 Phil. Mag. 9, 1026. 

— 1931 Phil. Mag. m. 


Resonance in crystal beams of sodium-ammonium 
seignette salt 

By W. Mandell. Ph.D. 

Chdeea Polytechnic, London 

{Communicated by 0. W. Bichardaon, P.R.S. — Received 13 November 
1937) 

Inteodocjtion 

It has been noticed by several observers that, with longitudinal 
oscillations in certain crystal beams, on keeping the length constant 
and gradually decreasing either the breadth or thickness, a sudden 
change of considerable magnitude may occur in the wave-length. This has 
been attributed to some resonance effect. Lack (1929) describes interesting 
results obtained with rectangular quartz beams of 30° out. The X axis, as 
with Voigt, coincided with an electric axis and constituted the length 
direction of the beam. The breadth was parallel to the optic axis. With 
such a beam there is a low vibration frequency depending upon the length, 
and a high vibration frequency varying inversely as the thickness, the field 
being applied in the direction of the thickness. A square plate was used, and 
on gradually reducing the thickness, several discontinuities occurred on 
plotting the wave-length against the thickness. According to Lack these 
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difloontinuities ooourred at frequendes that could be identified with har- 
monics of the frequency which the oiystal would have if it were vibrating 
in the direction of the length. That is, the longitudinal oscillation along 
the length could affect the frequency which was supposed to depend only 
on the thickness, so that the system acted as two coupled electrical circuits, 
although the two sets of oscillations were in planes at right angles. 

Somewhat similar results have been obtained for quartz beams by 
Hitchcock (1930). He used the Curie (or perpendicular) cut, where the 
length is perpendiculeu* to an electric axis and the thickness parallel to it, 
whilst the breadth is parallel to the optic axis Hitchcock showed that the 
firequenoy of oscillations along the length suddenly changed in value on 
decreasing the breadth. 

It will be shown that the beams used in this paper arc suitable for the 
study of this phenomenon, owing to their um'que elastic and piezo-electric 
properties. 


ThK MBZO'ISLBCJTRIC PEOPKRTIKS OP THE OBY8TAL8 OP 8EI0NETTE SALT 
The crystals used were of sodium-ammomum seignette salt 
(NaNH4C4H40,4H,0). 

The theory of piezo-electricity applicable to all crystals has been com- 
pletely solved by Voigt (1910), and a short account of the modification of 
this general theory applicable to these crystals has beeri mentioned by the 
writer in a former jiapor (Mandell 1928 a). There are three piezo-electrio 
moduh only, namely 

di 4 = + 66-0 X 10-*, = - 149-6 x 10-*, and d„ = + 28-3 x lO"*. 

Fig. 1 shows the orientation of the beams cut from the crystal and used 
in the present experiments. X, Y and Z represent the a, 6 and e crystallo- 
graphic axes and are all at right angles. Three pianos are now drawn each 
containing a pair of axes so that the planes also are mutually perpendicular. 
Three rectangular beams may now be out as shown. Consider any one of the 
planes shown, say XOYL. The dotted line OL bisects the angle XOY. In 
the case of the beam shown, (de) parallel to OL represents its length, (ft) the 
breadth, and (fh) the thickness. This will be the convention used in the 
present paper, namely, for all of the three planes the length of the beam 
will always be along the direction of the bisector of the angle between the 
two axes considered. The breadth will always lie in the plane and will be at 
light angles to the length, while the thickness will be measured in the 
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direction at right angles to the plane, that is, it will always be perpendicular 
to the plane and parallel to a crystallographic axis. 

Since there are only three piejso-electric moduli, the general equations 
of Voigt (1910, p. 902) reduce to 

Vt^dnEi, and d^E^. 

The third equation, for instance, states that if an electric held be applied 

along the direction of the Z axis, then in the perpendicular plane XY, 
shear strain is produced. If therefore the length {OL) of the beam bisects 
the angle XOY, longitudinal displacements take place along the length and 
along the breadth. 



On referring again to fig 1 , if light metal plates be placed on the upper and 
lower surfaces igdef) and (kmnh) and a steady potential difference be applied 
to the plates, the crystal will either extend along (de) and contract along 
(/e), or contract along {de) and extend along (/e), according to the sign of the 
electric field. If an alternating field be now substituted then the crystal 
may oscillate longitudinally in one of two directions, either along the length, 
nr along the breadth, on condition that the frequency of the applied field is 
exactly equal to either of these natural frequencies which are determined 
only by the elastic constants and dimensions of the beam. All three beams 
act in a similar manner and if electric fields of the required fi^uency be 
applied in the direction of a crystallographic axis, that is, perpendicular to a 
plane, longitudinal oscillations will occur either along the length or along 
the breadth. 
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ThB C^TEBAL OONTBAOnONS AOOOMPANVINO AN INCBSASE IN LENGTH 
TOR BBAlfS FROM CBY8TALB OF THE RHOBfBIO SYSTEM 

At a later stage reference will be made to the elastic properties of the 
beams so that their values are determined here. The geometrical nature of 
elastic moduli is clearly set out by Voigt who shows that the elastic 
properties of a crystal are completely characterized by the combination of 
a bitensor and a tensor surface. For crystals of the most complex type, 
namely, those belonging to the triclinio system, there are twenty -one elastic 
moduli. The bitensor system is built up by combining the components 
of four vectors and supplies fifteen terms, each term being a usual component 
of a bitensor surface while the tensor system supplies a further six terms. 
The expression for the thermodynamic potential is then transformed into 
an algebraic expression of twenty-one terms representing those two surfaces, 
the coefiiciont of each term being one of the elastic moduli or a combination 
of two of them, and at the same time a component of the two surfaces. The 
bitensor surface is therefore a fourth power expression in x, y and z and the 
tensor surface, a second power expression. With the aid of these two 
surfaces any elastic modulus for a beam cut in any direction can easily be 
detemuned. Suppose that a new set of rectangular axes X', T', Z', are 
related to the original axes X, Y, Z, by the scheme of direction cosines 
shown: 

X’ r z' 

®i A 7i 

Y P% y% 

z a, r. 

Then Voigt (1910, p. 590) shows that 

«ii = «ii <*1 + «*!<*» + + (2«j8+ *44)«i« 5 + (2«si +«M)aiaI + (2«i, + aj 

+ 2«f(«j,a8 + 2al{a„a^+s^ai). (1) 

This expression gives the extension modulus along the length when tensile 
stresses are applied in this direction, which coincides with the new Z' axis. 
This complex expression simplifies considerably when it is remembered that 
due to the symmetry of the crystal considered, twelve of the elastic moduli 
vanish, whilst the remaining nine have already been determined by a 
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statical method (MandeU 19386 , p. i32). Thus for beam C, the expression 
reduces to 

«u = «iiaJ + «iia5 + ( 2 s„+SM)aI«l 

= l/4(«„+s„+2»„+s„) = 47-8 X 10-w, (2) 

since the angles meeisured in degrees are » 45, a, <= 45, and a, 90. 

Suppose now, in beeun <7 of fig. 1 , the X' axis now along (OL), be rotated 
through a further 90 degrees in the plane (OXLY), so that it is parallel to 
the breadth, then on substituting the appropriate values for the direction 
cosines in this equation we obtain the same numerical value for the 
extension for an equal tensile stress, one gram weight per square centimetre, 
along the direction of the breadth. 

In like manner for beam B, 

= *M^+«ia^ + {2«j8+*44)^^ “ 37‘6x 10“*®, (3) 

gives the extension modulus for stresses either along the length or the 
breadth, and for beam A, 

«» = « 33 r»+«iirf+( 2 « 9 i+«M)r?y* * 94-2 x lo-*®, (4) 

for the two directions. 

Again Voigt ( 1910 , p. 592 ) shows that the general expression for the lateral 
contraction for a crystal beam referred to the new set of rectangular axes is 
given by the expression 

+ *n(/^'yi + P\y\) + ®44/^*7* Ats + * 6# Ay* Ayi + Ayi/^»y» 

+ *64 Ayi(/^ays + Ayi) + ^«4 Ay«(^»yi 4- A y») + y» ’^Payi) 

+ oMy^ya + ylPtPa) + f>Myiya+yiPiPt) + «My>yi + ylPM 
+ Ayi[«»{Ays + yiPa)+»wiPiy*+yM 
+Ay*[*i 4 (/^ 3 yi +y*A) +^ 34 (^ 73 + yiA)J 

+ Pay^^M^Paya + JaP^ + * 35 (^ 371 + YaPi)^' 

For crystals of the rhombic system twelve of the elastic moduli again vanish . 
Let us apply this equation to beam B, where the Y' axis is along the 
direction of length {OM), the Z' axis being at right angles to this and in the 
same plane, and the X' and X axes coinciding. Then the angles measured in 
degrees have the values Oj = 0, a, = 90, aj = 90, = 90, /ff, = 45, yff, =» 46, 

= 90, y, =» 136, y, = 46, and 

«aa = l>taPlyi + ^aaPlyl + «aa(Plyl+PlyD + »u(PaytPaya) 

= -6-3xl0-« 


( 6 ) 
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This gives the lateral contraction along the direction of breadth for beam B 
considered as a unit cube, for unit tensile stress along the direction of length. 
In exactly the same way as before, by considering the rotation of the Y' 
axis through a further 90° so that it coincides with the direction of breadth 
it can be shown that for unit tensile stress along the breadth the lateral 
contraction along the length is 6-3 x 10““ for the unit cube. 

For the contraction in the direction of the thickness the equation (5) 
is again used except that the terms are changed in a cyclical manner. Thus 
the equations reduce to 

+ = -21-06 X 10-« (7) 

+«i.y 5 a! = - 21-05 x io-«. (») 

The first equation states that for beam B, unit tensile stress along the length 
for a unit cube gives a contraction along the thickness direction of 
21-06 X 10~i®. The second equation states that for a unit tensile stress along 
the breadth the contraction along the thickness is the same, namely 
21-06 X 10-“. 

In a similar way for beam A, 

«li “ ^uyfaf + ^sa-llal+Myiaf+yfaD + aBsy.asyiai 

= -82-2x10“ (9) 

is the contraction along the breadth for the extension in length, 

4 . = «a 8 /?Iy|+«ii/?!y! = - 6 - 7 xio-“ (lo) 

the contraction in thickness for extension in length and 

«i* = «ii«!/1+««s«i/?I = -6-7^10 (11) 

is the contraction in thickness for extension in breadth. 

Corresponding equations for beam C are 

+ + + = - 10-2 x 10"“ 

( 12 ) 

«si » «siyaa! + **8y**5 = - 19'26x 10-“, (13) 

+« 8 i/?iy| = - lO’Zs x lo (u) 

These equations show, therefore, that all three beams have similar elastic 
properties. 
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Thk blbotbical oiBoxnr 

The electrical circuit used in the experimentg was an improved form of 
that described by Pierce ( 1923). The crystal was placed across the plate and 
grid, but an oscillatory circuit replaced the plate resistance. It was found 
that the grid-leak was not essential and oscillations were much more 
vigorous without it. On varying the capacity of the condenser in the 
circuit the crystal started to oscillate strongly and continued to do so with 
constant frequency through a wide range of the condenser setting. A point 
of vital importance connected with this arrangement was that the fre- 
quency was solely determined by the crystal for there was no measurable 
change in wave-length on the substitution of other inductances and 
capacity in the tuned circuit. 

The alternating field was applied to the crystal beam by means of two 
light vertical condenser plates which were made to press lightly against the 
faces of the beam by means of two fine metal spnngs. The dimensions of the 
plates were somewhat larger than the crystal faces to ensure a uniform field. 
The nature of all oscillations was checked by means of dust-figures with 
lycopodium powder. 

Since the frequency of a crystal is dependent on the temperature, it was 
necessary to enclose the beam in a thermostat, which was regulated by an 
electncal device, when measuring some of the small changes in wave-length 
on changing the lateral dimensions. 

The THEOBY of ELEOTRICaUiY COUFLED CIBCnTTS AFFUCABLE TO THE 
SFKCIAL CRYSTAL BEAMS UNDER TEST 

Suppose for simplicity that square beams are used, and that the equi- 
valent electrically coupled circuits are as shown in the diagram. The 



alternating potentials, assumed of sine form, Impressed on the two circuits 
will differ in phase by tt radians, for if the applied field causes an extension in 
one direction, an equal contraction occurs in the direction at right angles. 
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On employing the two circuit equations of standard form it may be shown 
that 


•/r- 


(ft)C 


taL + biM] + 22 * 




gives the amplitude of the current in either circuit. 

In order to find the optimum values of w, for maximum current amplitude, 
it is convenient to square the expression for the amplitude, differentiate it 
with respect to w, and equate to zero. In crystal oscillations the effects of 
resistance on the period can quite safely be neglected so that the expression 
obtained then reduces to: 


[w*C»(L + M){L-MY-\- (o*C!*{3M + L)(M-L) + w*6’(3Jl/ - i) + 1 J 

[b)*CHM*--L*) + 2a)*LC^l][oi*GM-a)*CL+l] = 0. 

On solving this equation, there are two different values for o)*, namely, 

Hence it is to be expected that before exact adjustment is made the crystal 
will oscillate with one frequency only, but when the length is exactly 
equal to the breadth, two new fundamental frequencies will appear. 


Experimental results for resonance with the electrically 

COUPLED CIRCUITS 

A perusal of the elastic properties will show that the beams are ideal for 
testing the resonance theory. The piezo-electric theory requires that they 
shall be cut with the orientations shown in fig. 1. Then on applying the 
elastic theory it is seen, for this special orientation only, that the elastic 
properties are exactly identical for the length and for the breadth, which 
are the directions along which the crystal may oscillate. An experimental 
test was made with a square beam of type C (fig. 1), of side 10'329mm. 
This beam was chosen because a fairly large specimen was available. The 
difficulty of thetest will be realized when it is pointed out thatthe frequency 
of the oscillation along the length or along the breadth, for a square beam of 
this size is about 86,000 c./sec. Before resonance can occur, it is probable 
that the frequency for the two directions must not differ by more than, say 
ten cycles or even a much smaller number. The method of procedure was to 
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start with a square beam and reduce the length in steps of about one-ten- 
thousandth of an inch. After eveiy adjustment the crystal was made to 
oscillate and one frequency only was found. Then the breadth was reduced 
in a similar manner for there was no method of determining whether one 
was approaching or receding from the required condition. A few score of 
adjustments were thus made with the length and breadth. When resonance 
occurred the crystal oscillated in a more vigorous manner causing the plates 
which were pressing lightly on the crystal and suppl 3 dng the alternating 
field (henceforth called the terminals), to emit a high pitched audible note. 
Two new oscillations appeared of wave-lengths 3835 and 3100m., together 
with the fundamental of wave-length 3487 m. The nature of the readings 
on the wavemeter, showed without any doubt, that they were new fuhda- 
mental frequencies, and not overtones supplied by the wavemeter. The two 
new frequencies disapfieared at the same time after a few minutes. It had 
previously been found that the wave-length increases with rise of tem- 
perature, both along the length and along the breadth, for beams of type C, 
and from the symmetry of the crystal the coefficients of expansion with 
temperature should be of equal amount in the two directions. The tem- 
t^erature of the crystal when oscillating rises a small fraction of a degree 
above the temperature of the surroundings. The disappearance of the oscil- 
lations was attributed to a slight change due to unequal heating. On breaking 
the circuit and allowing the crystal to cool for a short time the oscillations 
reappeared. The method was also tried of moving the crystal a short 
distance between the terminals in order to change the frequencies by a 
cycle or two, due to exceedingly small changes in the air-gap. This method 
also proved successful. 

In some of the earlier tests it was found that the wave-lengths of the new 
frequencies drifted slightly. This may have been due to the damping caused 
by the vibrating terminals, which would have the same effect as the addition 
of a resistance to the coupled electrical circuits. This can also be explained 
by the fact that the natural frequencies of the two modes of vibration may 
not have been absolutely equal. A difference of a few cycles would alter the 
values of the new frequencies somewhat, but no means were available of 
determining at what instant the two natural frequencies were identical. 

The experiment was repeated some months later, with the same crystal 
slightly reduced in size. For a square beam of side 19-218mm. the funda- 
mental wave-length was 3472 m. When resonance occurred, the longer 
wave-length was 3818m,, so that both values decreased by about 16m. 
Both resonant frequencies disappeared before the shorter wave-length 
could be measured. This illustrates the extremely critical nature of the 
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adjustment required for teaon&noe. In this case the resonant condition was 
probably obtained by a slight temporary change of temperature due to the 
handling of the crystal specimen. It may perhaps, also be stated that more 
than two hundred adjustments were required to obtain the above results. 

From the numerical results recorded, it may be calculated that the Co- 
efficient of Coupling for the two equivalent electrically coupled circuits is 
18%. 

It would appear that this resonance effect, requiring such critical adjust- 
ment, differs entirely from any previously shown. 

Other interesting results were obtained with beams of type C. Broad 
beams of small thickness were employed and the wave-length was measured, 
while the length and thickness were kept constant and the breadth was 
gradually decreased. Since the beams used were of different dimensions a 
perusal of the table of results does not readily furnish much information 
nor does a graphical representation showing the relation between the wave- 
length and breadth It is much more instructive to plot the actual wave- 
length in metres divided by the lengths of the beams in millimetres, as 
ordinates, and the breadths as abscissae, the length and thickness bemg 
kept constant for each beam. 

The results obtained for two beams only, of type C, are shown in graph 1, 
although the same effect was obtained with six different beams. On 
decreasing the breadth, it is seen that the wave-length decreases and a 
close examination shows that the curvature changes sign. When the 
breadth was reduced to about 0-60 of the length the wave-length suddenly 
increased by about 1(U) in 3000 m., and on further decreasing the breadth, a 
new curve was obtained Experiments with dust-figures seemed to prove 
without doubt that the beam was oscillating in a longitudinal manner along 
the length for all breadths, although, for the very broad beams, the dust 
figures were not very sharply defined. In the table {C 3) readings are given 
for one beam where both wave-lengths wore obtained separately for the 
critical breadth of the beam, the breadth being 10-905 mm. and the length 
1 8-314 mm., so that the ratio of breadth to length was 0-60. These dis- 
continuities in the curves seem to be similar to those obtained by Liack and 
Hitchcock, when using quartz. If the results shown in the present paper can 
be attributed to resonance effects, then they seem to differ considerably 
from the results obtained with the square beams. With the latter two new 
frequencies appear at resonance. For the beams of decreasing breadth, 
single fundamental frequencies ooour on both sides of the discontinuity. 
Still, it will be seen in the later part of the paper, that it is possible for 
oscillations along the length of a beam of length (1) and breadth (0*601), to 
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have the same frequency aa oaoillations along the length of a beam of length 
(0*601) and breadth (1). 

Experimenta with changes in the lateral dimensions of the beams 

Experimental results were obtained with the three beams shown in 
fig. 1. In the first part of the experiments the length and breadth were kept 
constant and the wave-lengths were measiired on gradually reducing the 
thickness of the beam. In the second part of the experiment these thin 
broad beams were used and, keeping the length and thickness constant, 
the breadth was gradually cut down and the wave-length measured. For a 
long beam of very small lateral dimensions, the fundamental frequency of 
the longitudinal oscillations by this dynamical method should be deter- 
mined by the simple equation: 

where I is the length of the beam, p the density of its material, Y the 
Young’s modulus and E the “Dehnungsmodul”, a term used in crystal 
physics It should be pointed out, however, that this formula does not apply 
for beams of large lateral dimensions. 

Rayleigh (1894) has estimated theoretically the error involved in 
neglecting the inertia of the parts of a vibrating rod of isotropic material 
which are not situated on the axis of the rod. Chree ( 1 889 ) considers isotropic 
beams of rectangular cross-section and shows theoretically that any increase 
m the moment of inertia due to the lateral dimensions of the beam causes 
an increase of wave-length, whilst Davies (1933) has obtained a formula of 
corrections for crystals of Rochelle salt. It was found by experiment that 
Chree’s formula subject to certain modifications, agreed best with the 
obtained results, if modified to the general form : 

= ( 16 ) 

where A is the observed wave-length for a beam of length I, breadth b and 
thickness i, Ag is the wave-length when 6 and t are very small, and ki and k, 
are constants varying as the square of the appropriate Poisson ratio, 
namely for the directions of length-thickness and of length-breadth 
respectively. These latter values can be obtained from the calculations 
already made for the lateral contractions accompanying an increase in 
length for the beams under test. It should be pointed out, however, that all 
the above correction formulae are based on the fact, that for an extension in 
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length there are accompanying contractions along the breadth and along 
the thickness due solely to that extension. However, owing to the special 
piezo-electric properties of the beams used hero, none of these formulae 
would be expected to apply. Consider beam C for instance, although the 
same reasoning applies to all ol them, and supjxise that a steady potential 
be applied in the direction OZ. Then the beam extends say, along the length 
and contracts along the breadth. The extension along the length causes a 
oontraction along the thickness, and the contraction along the breadth an 
extension of equal magnitude along the thickness, so that for static fields 
there should be no change in the thickness of the beam and the correction 
term for the length-thickness directions is zero. For alternating fields 
experiments showed that the change in wave-length due to change in 
thickness was exceedingly small. The readings for the three types of beams 
are tabulated. It will be soon that, where measurements are made on 
reducing the thickness, there is a very small reduction of wave-length, in 
famt it is almost of negligible amount. For instance, with one of the beams 
(6' 3) the thickness was reduced in steps from 16-403 to 5-105 mm. and the 
reduction in wave-length was from 3086 to 3065 m., a difference of about 1 % 
for a change in thickness of 1 1-3 mm. Similar results were obtained for all 
the beams so that the correction term (ki /*//*) may be omitted for thin 
beams. With regard to the second term (k^ b*jl*), the application of the static 
field produces an extension along the length which causes a contraction 
along the breadth as the correction formulae require, but there is now an 
added complication due to the fact that a further contrac-tion takes place 
along the breadth due to the electric field. Hence it would be expected that 
for thin beams, on keeping the length constant and gradually reducing the 
breadth, the formula 

should apply, but k, for the different beams would not be expected to vary 
as the square of the Poisson’s ratio. 

Graph 2 shows the results obtained fur beams A of fig. 1, with their 
lengths and breadths in the ZOX plane. Comparatively broad thin beams 
were used. While the length and thickness were kept constant the breadth 
was gradually decreased and the wave-length measured. From the 
theoretical calculations for a centimetre cube, for an extension along the 
length of 94-2 x lO''" cm. the lateral contraction along the direction of 
thickness is 6-7 x 10-^" cm. and along the direction of breadth 82-2 x 
cm. Poisson’s ratio for the^ length-breadth direction (0-87) is therefore 
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exceedingly large. The readings for beams A are tabulated and the results 
for three of them are shown in Graph 2. 8mce the three curves do not 
coincide it follows that the wave-length per milhmetre length is a function 
of both the length and the breadth. Furthermore, for the beams of lengths 
16-673, 18 026 and 19-867 mm , on reducmg the breadths to a very small 
value the wave-lengths per millimetre length taken from the graph are 
245-0, 244-7 and 245-0 m. respectively, while for beam (A 5), which is not 
shown on the graph, the value is 244 7. It is of interest to compare these 
values with those obtained on substituting the values found by the statical 
experiment equation (4) in (15). This calculated value is 234 I m./mra. 
length, as compared with 245-0 m. by the present dynamical method, a 
difference of rather less than 5 %. 

Graph 4 is drawn with (A*-AJ)/A* as ordinates and as abscissae. 
For the three beams shown in graph 2 it is found that all the points lie closely 
to a straight line of slope 0-430, which therefore gives the value of I'g. It is 
of interest to note that the formula applies over a very wide range, for in 
some of the broader beams the ratio of breadth to length is between 0-8 and 
0-9 The results obtained with beam (.46) are not plotted on the graph. 
Insteail, two more rows are added to Table (A 5), one giving the wave- 
length as (lalculated by the formula 

A*- (4510) = A*^0-4.30^J*J, (17) 

where 4510 is obtained by multiplying the length of the beam in milli- 
metres by 244-7 The lower row gives the difference between the measured 
and calculated wave-length With this particular beam many readings 
wore made to discover any small discontinuities due to resonanc-e, and 
great care was taken that the temiierature remained constant thnnighout 
the ex]ieriment. It will be seen that the calculated and ox|)cnincntal 
values agree very closely The w’ave-length increases by nearly 22 % for 
the broadest beam of (4 3) as comimred with the infinitely narrow beam, 
and it may be noticed that this exceedingly large increase is assoc-iated with 
the abnormally large value of the I’oissoii’s ratio for the length -breadth 
direction of the beam 

The exfierimental results obtained with the beams Ti of fig 1 are tabulated 
and are shown in graph 3. A unit tensile stress, I g weight/sq. cm., along 
the length of a centimetre cube, gives an extension along the length of 
37-5 X 10 -‘“cm., a contraction along the breadth of 5-3 x l0-‘"cm., and a 
contraction along the thickness of 21-05 x 10"“ cm. It will be seen from the 
tabulated results that the change of wave-length on decreasing the thickness 

2S-J 
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is again small in spite of the large value of the lateral contraction in this 
direction. The Poisson’s ratio for the length-breadth direction is small, 



namely, 0*14, or about one-sixth of the corresponding value for the 
A beams. In graph 3 three thin beams are used of lengths 18-364, 23*210 
and 26*976mm. and the results show that the percentage increase in wave- 
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length with increase of breadth is very much less than for the A beams. 
Thus on reducing the breadth of the B beams the maximum percentage 
change of wave-length is rather more than 3 %, while for the A beams of 
similar dimensions the change is about six times as much, so that the 
j)ercentago changes of wave-length vary almost directly as the two Poisson's 
ratios for the length-breadth directions for the two sets of beams. Graph 3 
shows that on reducing the breadth to an infinitely small value, the wave- 
length per millimetre length is 143*0m. for all three lieams. On substituting 
values found by the statical method, ecpiations (3) and (16), the wave- 
length per millimetre length is 147-8 m. by calculation. Thus the wave- 
lengths agree to within about 3 % by the two methods for these beams. 
The lower part of graph 4 is obtained by plotting (A® - A^)/A* as ordinates and 
as abscissae. The jxiints lie fairly closely to a straight line, up to a [xiint 
where the ratio of breadth to length is about two-thirds, but tor broader 
beams the slope of the curve increases rapidly. The slope of the straight por- 
tion of the graph is 0-08 which therefore gives the value of for these beams. 

The results obtained with the C beams have alreacly been referred to. 
A unit tensile stress along the direction of length of a centimetre cube 
gives an extension of 47-8 x I0"“cm., a contraction along the breadth of 
10-2 X 10 -‘®era. and a contraction along the thickness of 19-25 x 10~i® cm 
Owing to the anomalous nature of the results a curve is not plotted on 
graph 4 From graph 1 it is seen that long beams of small lateral dimensions 
have a wave-length of 168-ttm /mm. length as compared with 106 8 m. 
obtained from the statical experiment, equations (2) and (15), where 
broad beams were employed. There is thus a difference of about 6 % by 
the two methods. In comparing the values obtained for the throe sets of 
beams by the dynamical and statical methods which differ by 3-5 %, it 
should be pointed out that broad beams were used in the statical experi- 
ments and infinitely long ones in the dynamical expenmonts. Furthermore 
no corrections are applied to the dynamical experiments for the " converse 
l*iczo-olectric effect”. When a steady ixitential difference is applied to the 
crystal it extends along its length with the result that electric charges are 
devclopoil due to this extension These produce stresses which prevent 
the crystal from extending to its full amount. This is equivalent to a 
decrease in the extension modulus so that the wave-length measured by 
the dynamical method is slightly too smal^. For a static field the decreases 
in the extension moduli vary as the square of the piezo-electric moduli 
which are large for the crystal beams under test. If this correction were 
applied then the values obtained by the statical and dynamical experi- 
ments for two of the sets of beams would be in still closer agreement. 
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The dynamical method is limited in its application for the determination 
of elastic constants since these are the only three differently oriented beams 
that can be employed for the production of longitudinal oscjllations for 
this particular crystal, excepting the L-cut described by Cady ( 1937 ). 
In the statical experiment many difficulties arose since the beams were 
rather short, while corrections had to be applied for the depression of the 
supports and the “bite" of the knife-edges into the crystal face on adding 
the loads With one beam there was a depression of only ten mterference 
fnnges per load, so that it was necessary to read to one-tenth of a fringe, 
but the greatest difficulty arose owing to the fact that after applying the 
load a slight depression continued for a considerable time. In spite of these 
difficulties the results by the two niothorls are in good agreement. 

The writer is pleased to acknowledge his indebtedness to the Trustees 
of the Dixon Fund for a grant for the purchase of apiiaratus. 

His beat thanks are due to Mr W. B. Medlam for advice on couplecl 
circuits and to Dr Lownda for his kind interest in this work. 


Nummary 

Experiments are made with longitudinal oscillations m crystal beams of 
sodium ammonium soignetto salt For a square beam a theory is deduced 
for the interaction of two longitudinal oscillations at right angles. These 
are considered as analogous to two mupled electrical circuits. If the natural 
frequencies in the two directions agree to within a small number of cycles 
per second, the theory requires that resonance shall occur with the pro- 
duction of two new fundamental frequencies This result is demonstrated 
experimentally. 

Experiments are also made to determine the change m wave-length with 
change in breadth and thickness Theoretical calculations are made of the 
lateral contractions along the breadth and along the thickness, accompany- 
ing extensions along the length. The effect of thickness on the wave-length 
is found to be very small, in spite of the fact that the lateral wntractions 
are large m two types of beams used. A change of breadth may change the 
wave-length by 20 %. The experimental results for two types of beams 
agree closely with an empirical formula, while one ty|)e of beam behaves in 
an anomalous manner. 
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The alkaline permanganate oxidation of organic 
substances selected for their bearing upon 
the chemical constitution of coal 

Br R. B. Randall, Rh D., M. Bbnobb, Ph.D , 

AND l\ M. Gboooock, Ph I>. 

Of the Hone Research Laboratortes 

{Communicated by Professor If, A. Rone, F.R.S. — Received 3 Thcember 1937) 

In Part VIII of the previous papers upon the Chemistry of Coal from 
these laboratories (Bono, Parsons, Bapiro and Groooook 1935 ) it was shown 
that on oxidation by means of boiling alkaline permanganate the main 
organic substance of the lignin peat ->> coal ^anthracite series yields 
carbon dioxide, acetic, oxalic and benzene carboxylic acids, the propor- 
tions of the last named to the oxalic acid produced increasing with the 
maturity of the coal substance. Also, while every benzene carboxylic 
acid, except benzoic acid itself, was isolated from the oxidation products 
of some coal or other, m each and every case examined the penta- or 
hexacarboxylic acid predominated. Another notable result was that 
whereas no phthalic acids were detected among the benzenoid acids 
produced from lignins, and comparatively small proportions among those 
yieldeii by peats and brown coals, larger proportions thereof were jdelded 
by bituminous coals and anthracites. 

The results as a whole, while strongly supporting the view of the essential 
chemical continuity of the lignin -> peat -»■ coal ->• anthracite series, and of 
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lignios rather than oelluloaes being its chief progenitors, suggested the 
possibility of the main coal substance having arisen through condensations 
of phenolic and amido-bodies with aldehydic bodies— much as systematic 
resins are now produced — and more recent observations have pointed to 
high pressures, rather than temperature, having been the principal factor 
in the natural maturing of the coal substance. 

Although the essential benzenoid character of the main coal substance 
was thus proved, it has not yet been possible to deduce from the experi- 
mental evidence any constitutional formula for the “(!oal unit” in the 
same way as has been deduced for “cellulose” and “lignin” units. Such 
shortcoming, however, is duo largely to lacunae in our systematic know- 
ledge of the course and products of the alkaline oxidations of organic 
substances generaUy , for although such oxidations have been extensively 
employed in prelimmary explorations of the molecular constitutions of 
individual organic substances, careful search of the literature has failed to 
disclose sufficient systematic knowledge for the detailed mterpretation of 
the results of the alkaline permanganate oxidation of the coal substance 
in regard to its constitutional formula 

This being so. Professor Bone directed us to undertake a systematic 
qualitative and quantitative mvestigation of the alkaline permanganate 
oxidations of organic substances of known constitution selected for their 
bearing upon the coal problem, and the present paper embodies the results 
of the oxidations of some sixty such substances, each of which has been 
studied also in regard to the velocity of its oxidation. The last-named part 
of our task has led to the successful devising of a new experimental tech- 
nique for the complete detailed determination of the oxidation-velocity 
curve for any particular oiganio substance, a matter which is reserved, 
however, for a further communication. 

Previous observations upon the alkaline permanganate oxidations of 
organic substances generally are so scattered throughout the voluminous 
literature of organic chemistry that it is scarcely possible to summarize 
them briefly. The following may be cited, however, as bearing upon those 
of the particular classes of substances included in the present investigation ; 


Substanoe 

Hexahydrofluorono 

Acetophenone 
C,H.CO.CH, 
Aoenaphthone quinone 


Investigators 
Piotet and 
. Kamsoyor (1911) 
MoKonzio (1904) 

Charrior and 
Beretta (1924) 


Acids obtained 
Phthalio, adipio and oxalic 

Benzoylforinic 


Naphthalic, heinimellitic, 2 : 6' 
dicarboxyphenylglyoxilio 
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P 

Substance 

Investigators 

Acids obtained 

Phenanthreno quinone 

Chorrier and 
Berotta (1934) 

Diphenic 

AoetomoMtylcno 

Perkin emd 

Taploy (1934) 

Trimottiylbenzoio, dunethyltere- 
phthalonio, 4 . G-dimethyl- 
phthalonio, raothylcarboxy- 
phthaloiuo 

/ff-Naphtlioio aciil 

Ekstrand (1891) 

Phthalio and tnmollitio 

Phenylacetic acid 
C.H.CH, COOH 

Prshevaiski (1918) 

Henzoylformio and benzoic 

PJienylpropionio acid 

c,ir,rH, (’H, COOH 

Pralievalski (1918) 

Miuideho and bonzoio 

I’hi'iiylbutync acid 

PralicvalHki (1918) 

Honzuylfonnio, bonzoio. oxalic 


PrshcvalHki (1918) showed that the attack upon an aromatic molecule 
begins on the carbon atom nearest the nucleus in a side chain with the 
formation of benzoic or an hydroxy-phenyl-acetic acid derivative, the rest 
of the side chain bemg simultaneously oxidized to carbonic anhydride or 
a dibasic acid. In our experiments it has been found that substitution of 
nuclear hydrogen by hydroxyl renders a benzenoid ring liable to disruption 
at such position under alkaline permanganate attack ; that ketonic acids 
such as bonzoylformic, phthalonio, and 2 . 6-dicarboxyphenylglyoxilic acids 
are remarkably resistant to such attack, and that variations in such 
conditions as temperature, alkali concentration, and the relative proportion 
of permanganate employed may have a qualitative as well as quantitative 
effect upon the products obtained We have also found, however, that by 
standardizing the conditions, so that they corresponded with those under 
which the previous coal oxidations were carrieil out, unvarying and easily 
reproducible results, os set forth in the accompanying tables, were 
obtainable in each case; and it should be understood that the results so 
recorded refer to such standardized conditions. 

EXFBBlMKKTAn 

( 1 ) Selectum and dasaification of suhatancee investigated 
The selection of substances for our investigations was based primarily 
upon their possible bearing upon the coal-constitutional problem, in view 
either of their relationship to possible progenitors of the coal substance, 
or of their chemical structures possibly containing, resembling, or having 
yielded these In regard to the last named, it seemed important to 
distinguish between those which are stable towards hot alkaline per- 
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manganate and those which may be readily further oxidized by it ; because 
whereas, if formed at all during a coal oxidation, presumably the former 
would remain unchanged and accumulate throughout its course, the latter 
might undergo such rapid further oxidation as either to preclude or to 
curtail their survival among the end-products. 

The substances actually investigated may be conveniently grouped as 
(1) carbohydrates and aliphatic carboxylic acids, (2) aromatic hydro- 
carbons, (3) aromatic substances containmg -CO groups, and (4) aromatic 
carboxylic acid and ethers, and heterocyclic compounds. They were either 
purchased from rehable sources or synthesized in the laboratory, and in 
each and every case purity was established by analysis, melting point, and 
sometimes also by the preparation of some characteristic derivative. In 
tabulating and discussing the results each group unll bo considered 
separately. 


(2) Apjiaratua and procedure 

The experimental procedure has been based upon the “Carbon Balance 
Method’’ devised by Professor Bone and collaborators for determining the 
distribution of the carbon of the coal substance among its various alkaline- 
permanganate oxidation products, and combined with similar methods to 
that employed by them for the isolation and identification of those 
products. Determinations were always niaile (i) of the time required to 
reach the “end-pomt” of the oxidation under the standard expenmental 
conditions, (ii) of the number of atoms of oxygen used per molecule of 
substance oxidized under the particular experimental conditions including 
relative concentrations of the reactants (e g. 3-6 g. substance, 6*6 g. 
caustic potash, x g. potassium permanganate atlded in 3-2 % solution, and 
350 0 c. water), (ui) of the mdividual oxidation products, and (iv) of the 
quantitative distribution between them of the carbon of the original 
substance. Finally, in all cases except that of the carbohydrates we wore 
able to deduce empirical equations epitomizing the observed results of 
each oxidation. 

With regard to the relative speeds of oxidation, it will be seen from the 
tabulated results that the times required for attainment of the end-point 
under like conditions varied from 20 min. to 166 hr. according to the 
substance investigated. No more than general significance should be 
attached, however, to the times given in the tables, especially in the oases 
of liquids or slightly soluble substances. Trimethylbenzoic acid, which was 
oxidized quantitatively to prehnitio acid in 25 hr., may be regarded as 
a convenient “standard” for comparative purposes. 
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Seeing that with the more highly resistant substances it was necessary 
to operate continuously over long periods of time, and that with liquid 
substances considerable difficulty from “bumping” was encountered, the 
apparatus described in Part VIII of previous papers from these laboratories 
bad to be modified so that the reaction flask A (fig. 1) could be submerged 
in an oil bath which was electrically heated and controlled by means of 
the thermoregulator B. The contents of the flask were kept well stirred 
by means of the motor-driven ring stirrer C operating through the mercury 
seal D, and it was found necessary to fix a small condenser E on the stirrer 




shaft to prevent distillation from the flask to the mercury seal. The water 
trap F was made more efficient, the surrounding bath O being supplied 
with ice-cold water from a large reservoir (not shown). For the more rapid 
oxidations the electrical heating wm replaced by gas heating. 

The former esterification of the benzenoid acids resulting from these 
oxidations by the interaction of their silver salts with methyl iodide has 
been superseded by the use of diazomethane, and the technique for their 
fractionation under reduced pressure has been improved, using the higher 
vacua, of the order 10~* mm. Hg, obtained by means of such oil-diffusion 
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pumps as described by Hickman and Sandford (1930). Fig. 2 shows the 
particular form of pump employed by us. 



Also, the use of the “vacuum sublimor” described in Part VIII of 
previous papers from these laboratories has been supplemented by that 
of a multiple receiver still (fig. 3) in such fractionations. This receiver had 
a small turntable carrying four tubes and fitted with a soft iron segment 
which allowed of its being rotated from outside by means of a magnet. 
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Some of the eubstances studied and/or maybe their oxidation products 
(e.g. fluorene and fluorenono) were so volatile in steam that part of them 
distilled into, and remained in, the condenser during the oxidation of the 
rest of the substance and were recovered unchanged at the end of the 
operations. In all such cases due allowance was made in respect of such 
recovered substances in calculating the “carbon balance” of the products. 

Any benzoylformic and/or phthalonic acids occurring in the oxidation 
product could be estimated gravimetrically by precipitating their 2 : 4- 
dinitrophenylhydrazonos from hot hydrochloric acid solution, the method 
having been proved accurate on its being tested for dilute solutions of the 
acids concerned In such connexion it should be noted that whereas the 
precipitation of the hydrazone of benzoylformic is elTocted almost im- 
mediately, that of the hydrazone of phthalonic acid only begins after an 
hour and requires four days for its completion The hydrazones were 
identifioil by analysis and mixed melting-point determinations. 


Tabulation of bk8ult.s 

The detailed experimental results are presented in the senes of four 
comprehensive tables (Nos. I to IV inclusive), each with its accompanying 
explanatory notes, incorporated herewith. All that nee<l be added thereto 
are a few general observations in regard to the behaviour of the substances 
comprised in each table, and, at the end of the paper, a discussion of the 
implications of the results as a whole, as bearing upon the ooal-constitutional 
problem. It is hoped that the results may also be useful in connexion with 
other similar constitutional problems. 

OxidationH of (a) carbohydrates and (b) aliphatic aetds 

The substances investigated under (a) included ethylene glycol and 
polyglyoxal as well as representative carbohydrates, while those under (6) 
comprised glycolhc, tartaric, malonic, succinic, glutaric and adipic acids. 

The polyglyoxal was a polymerized with proiierties os described 

by Harries and Teinme (1907), while the cellulose I and II were from 
Swedish filter-paper and purified cotton-lintere respectively. 

The oxidations of polyglyoxal, glucose, glyooUic and tartaric acids were 
all ended within about 20-25 min,, and that of ethylene glycol in 45 min. * 
the ease of oxidation of the carbohydrates enumerated diminished in the 
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Tablk I. Tabbohydbatbs asd auphatic acids 





Atoms 

of 

Time 
to “end- 

% c 

appuannK 

as 

Total 

Cao- 

Substanou 

Formula 

ratio 

pprmol. 

oxidafion 

CO, 

(COOH), Arctic 

for 

Ethyleno 

glycol 

CH.OH 

CH.OH 

7-73 

46 

46 mm. 

03 0 

32 8 

Nil 

96-7 

Polyglyoxal 

H CiO 

H.C:0 

3 78 

2-1 

20 mm. 

48 0 

47-8 

26 

08 3 

Qluooeo 

-CHOH 

O(CHOH), 

' C'H 

6 68 

0-6 

20 mm. 

603 

27- 1 

10 3 

07 7 


CH,OH 








a>Mothyl-(/- 

glucoAide 

CH,OH 

ClIOH 

,('H 

()(CHOH), 

'-CH OCR, 

8 16 

113 

10 hr. 

03-4 

20 7 

60 

99 0 

Maltose 

Ci,R„0„ 

6 36 

0 6 

2) hr. 

60 7 

20 1 

10- 1 

98 9 

Starch 


6 08 


3 hr. 

66 0 

24- 1 

78 

97 6 

CelluloHj*! I 
II 

-- 

6 64 

0 1» 


- 

40 4 
642 

46 3 

43 6 

2-9 

22 

98-0 
100 0 

UlycoUic 

COOH 

3 36 

2 1 

20 mm. 

36 0 

64- 1 

Nil 

100-0 

Tortario acid- 
I 

C’HOU COOH 

2 70 

3 8(5; 

1 26 mm 

44-7 

65-7 

Nil 

100-4 

II 

CHOH COOH 

2 09 

3 8 

10 Him. 

36 6 

02 6 

Nil 

98 0 

Malonic 

arid 

yCOOH 

CR,< 

HXIOH 

3 33 

33 

14 hr 

63 2 

44 0 

Nd 

98-1 

Suocinir 

CH,C(KIH 

6 37 

00 

60 hr. 

01-3 

47-3 

Nil 


acid 

CRjCOOH 

98-6 

Olutarir 

acid 

.CH.COOU 

^CHjCOOH 

718 

0 0 

76lir. 

67-7 

41-1 

Nil 

98 8 

Adipic Hcid 

CH,CH,COOH 

CH,CH,COOH 

8-60 

11-8 

116 hr. 

68-6 

41-8 

Nil 

100-4 
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order gl u cose -»• maltose starch -> methylgliiooside -*■ cellulose . The dibasic 
aliphatic acids, except tartaric with two hydroxyl groups, were all much 
more resistant to oxidation and in increasing degree as the series was 
ascended; and while all the malonic and the succinic acid was oxidized 
during the times (14 and 60 hr. respectively) stated in Table 1, no less than 
22-5 % of the glutaric and 38 % of the adipic acid remained unoxidized 
after 75 and 115 hr. respectively. Home darkening, due to slight resinifica- 
tion, occurred when the glucose, maltose, a-methyl-d-glucoside, and starch 
were first boiled with the aqueous caustic alkali prior to the addition of 
the permanganate. 

In all oases substantially the whole of the carbon in the substance 
actually oxidized was accounted for as carbonic anhydride, oxalic and 
acetic acids, the last named being yielded by the polyglyoxal and the 
carbohydrates only — and in largest proportion by glucose and maltose — 
but not at all by either ethylene glycol, glycollio acid, or by any of the 
dibasic acids. Apparently its formation was due to the action of the boiling 
alkali upon the polyglyoxal and the carbohydrates. As might be expected, 
no benzenoid acid was ever formed among the oxidation products of any 
of the substances comprised in Table I, a circumstance which disposes of 
the suggestion that conceivably some aromatic structure might have been 
developed by the prolonged action of the alkali upon them. 

The oxidations of ethylene glycol, glyoxal, glycollic acid and cellulose 
closely approximated to the empirical equations 
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H,. 

H, 


+ 140 = 


COOH 

COOH 


+ 4C0, + 8H,0 


H.CrO 

2 

H.C:0 


+ 60 = 


COOH 

COOH 


+ 2C0,+ H,0 


CH,OH 
^ COOH 


+ 70 = 2 


COOH 

COOH 


+ 2CO, + 4H,0 


2C,H„0, +210 = 3 


COOH 

COOH 


+ 6CO, + 7H,0 


OxxdcUton of aronuUtc and cyclic hydrocarbons 
The following hydrocarbons were found to be so highly resistant to 
boiling alkaline permanganate that they may be regarded as practically 
unoxidizable by it, and accordingly they have been excluded from 
Table 11, namely: 
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Beiusene C,H, 


Hexaliydrobenzone C,H,, 


CH, 



Uiphonyl Cj,H„ 


Cliryaeno 




Reteno C„H,, 



Docacycleno 




2CJ 
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16* hr. Mellitic«cid 17 4 0-7 81-2 99-3 C,.Hi,+240=QCOOH),+3CO, 
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Not inefaidiiig 2-3 and 2*4%, leapectirely, of the ongmal carbon appearing aa acetic acid m the prodacta. 
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All the hydrocarbonfl included in Table II were oxidized slowly, yielding 
some aromatic acids or products in addition to carbonic anhydride, oxalic 
acid and water. Nearly 2-5% of the carbon of the two dimethyl naph- 
thalenes oxidized appeared as acetic acid in the product; but in no other 
case was acetic acid formed. Deeahydronaphthalene yielded a large 
proportion of phthalonio acid In each case practically the whole of the 
carbon of the substance oxidized was distributed among such products, 
and the oxidation could lie approximately expressed by an empirical 
equation. 

Ojcidaiions of aromatic substances containing a —CO group 

The following Rubstances were found to be practically tmoxidizable by 
the boiling alkaline permanganate 

BciizHjilmiione 

Bon/.il 

l-I^n/onaphthoiio 

4.Mothoxybon'/.ophenDnc C, 4 lf,,Og 

2.4: 6-TnmeUiylbonzophonoiie 


Tribonzoylonebonzone 


From which it would seem as though —CO groups situated between two 
benzene or alkyl-benzene nuclei are usually immune from attack 

From Table III it will be seen that while acetophenone was readily 
oxidized, its 4-methyl derivative was much less so, on the other hand, 
4-methylbcnzophenone was more oxidizable than benzophenone. Such 
differences were probably, however, due to differences in the solubility of 
these substances. It will also be seen that in each case substantially the 
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whole of the carbon of the aubatanoe oxidized could bo accounted for aa 
carbonic anhydride, oxalic acid, and some aromatic acid or compound in 
the products, and that its oxidation could be approximately expressed by 
an empirical equation. The following other points should be noted, namely 
(i) the extreme slowness of the oxidation of 4-methylbenzophonono and 
2-raethoxy-l-benzonaphthone, both of which contain a -CO group between 
two benzene nuclei; (li) the marked acceleration of oxidation effected by 
the replacement by hydroxyl either of the methyl group of 4-methyl - 
benzophenono or of the methoxyl group of 2-methoxy-l-bcnzonaphthone, 
and (iii) that about 2'3% of the carbon of the 4-methylbenzophenone 
oxidized appeared as acetic acid in the pixxlucts. 

It may also be remarked that whereas ('harrier and (Ihigi (1933) obtained 
chiefly 2' . 3-dicarboxy-2-diphenylglyoxilic acid, together with a small 
quantity of anthraijuinone-l -carboxylic acid, by oxidizing benzanthrono 
with permanganate at 80-90" m a very high concentration of alkali, our 
products were 2 6-dicarboxyphenylglyoxjhc acid and a small quantity of 
phthalic acid, the difference being probably due to the lower temperature 
and higher alkali concentration employed by them as comparetl with our 
conditions 


Oxidations of aromatic carboxylic acids, heterocyclic compounds, etc. 

The following substances were found to bo practically miinuno from 
oxidation by the boiling alkaline jiermanganate, namely 


2 : 2'-Diphonio acid C,4U|o04 


Diphonylone oxide CjjH*0 


Dtpbonyl ethor 


Xanthono CjiHgOj 



Prom Table IV it will bo seen, (i) that 2:4. O-trimethylbenzoio acid 
was oxidized quantitatively to the corresponding 1 2.3: 5-benzene 
tetracarboxylio (prehnitio) acid in about 26 hr., each of its three methyls 



Table HI. Abomatic sPBSTAircES coktaikino a =C0 group 




4-Hydroxy- ^==.^ y==y 6-15 116 3 hr (a) Benioylfornuc «cid 22-7 18-9 
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Table IV. Aromatic carboxylic acids, heteeocycuc 

C0MP0USD8, BTHEBS AND ALDEHYDES 
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985 2C,H,0+350=(C00H), + 14C0, 

i-5H,0 



‘(HOOOrH’at = 0£1 1 + O'h"O 0I i 96 0 £t (») 
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ethyl acetal 0CI4CH(0C,H,), 
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being oxidized to a carboxyl, COOH, group, the time reqiiired being 
comparable with that for a typical Shafton bituminous coal (Barnsley); 
(ii) that phthalonic acid was yielded by 2'naphthoic acid, 2 : 1-naphtho- 
r : 2'-furane, and 2-naphthyl methyl ether; and (iii) that coumarone, 
coniferaldehyde and l-methoxy-2a>-aldomethoxy benzene diethyl acetal 
were all oxidized straightway to carbonic anhydride, oxalic acid and water 
without any appreciable formation of aromatic acids. 

Attention is also directed to relatively greater stability of phthalonic 
as compared with the other carboxylic acids included in the table, although 
it was more oxidizable than either phthalic or the other benzene carboxylic 
acids examined. It yielded carbonic anhydride, oxalic and phthalic acids 
substantially in accordance with the equation : 


yCO.COOH yt’OOH COOH 

+220 = 1»C*,H«<^ +3 ■ +12CO,. 

*\COOH *\COOH COOH 


although some 40% remained unoxidized after the “end-point” of 40 hr. 

Berbenno hydrochloride was oxidized slowly , yielding carbonic anhydride, 
nitric, hydrochloric, oxalic, hemipinic and hydrastinic acids, the two last 
named being relatively about as resistant to oxidation as phthalonic acid. 


Discitssion 

From our results, in conjunction with those of other workers, it would 
appear, in regard to oxidation by boiling alkaline permanganate, that . 

(1) Unreduced and unsubstituted aromatic hydrocarbons containing 
more than three “fused” rings are practically unattacked, a circumstance 
possibly due to their insolubilities in the reagent. 

(2) Alkyl-substituted aromatic and reduced cyclic hydrocarbons are, in 
general, more susceptible to oiddation, reduced (five- or six-membered) 
rings being completely oxidized to the corresponding carboxylic acids. 
Thus, for example, tetrahydronaphthalene, octohydroanthracene, and 
tricyclotrimethylenebenzene gave large yields of phthalic and phthalonic, 
pyromellitic, and mellitic acids respectively. Evidence was forthcoming 
of the formation of a benzene carboxylic acid by the oxidation of a fully 
reduced ring to a benzene ring, eg. in the oxidation of decahydro- 
naphthalene. 

(3) Unsaturated link^;es in the side chain of an aromatic hydrocarbon 
provide a ready point of attack, e.g. in phenylacetylene and methylstyrene. 

(4) A =CH, linked to a benzene ring is oxidized primarily to =CO, 
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e.g. dibenzyl to benzil, fluoiene to fluoienone, and diphenylmethane to 
benzophonone. 

(6) Substitution of hydrogen by hydroxyl in the nucleus of an aromatic 
substance renders it very susceptible to oxidation. Thus, for example, 
4-hydroxybenzophenono, 1 ■ 2-dihydroxyanthraqumone, and coniferalde- 
hyde were among the most rapidly oxidizable substances investigated, 
their rings being primarily attacked and disrupted at the point of attach- 
ment of the hydroxyl group to the benzenoid nucleus. 

(6) Similarly, the attachment of a methoxy group to the nucleus of an 
aromatic substance increases its vulnerability to the oxygen attack. Thus, 
for example, methoxybonzonaphthone was much more readily oxidized 
than benzonaphthone. 

(7) On the contrary, a — (^O group attached to an aromatic nucleus 
stabilizes it agamst the oxygen attack. Thus, for example, benzophenone, 
benzil, anthraquinone, and fliiorenone were practically unoxidizable, and 
although acetophenone was readily oxidized it yielded benzoyl -formic acid, 
in which the —CO group was retained, as its main product. 

(8) ITnsubstituted aromatic carboxylic acids were no more rapidly 
oxidized than the corresponding hydrocarbons, and generally speaking 
were stable, eg. all the benzene carboxylic, diphenyl carboxylic and 
benzophenone carboxylic acids. 

(0) The side chains of an alkyl-benzene carboxylic acid arc, however, 
readily oxidized, o g. 2.4. O-trimethyl benzoic acid was quantitatively 
oxidized to prehnitio acid, which was stable. 

(10) In no case investigated was the structure of any oxidation product 
more complex than that of the original substance oxidized ; in other words 
the oxidations were all degradations. In some oases evidence was forth- 
coming of an oxidation proceeding simultaneously in different ways, e.g. 
that of acenaphthoylbenzoic acid which yielded simultaneously phthalic, 
2 . 6-dicarboxyphenylglyuxilic and mellophanic acids. 

In regard to the bearing of our investigation upon the chemical con- 
stitution of coal and allied substances, it would seem as though the various 
formulae hitherto put forward for lignm and humic acids are inadequate 
inasmuch as such formulae do not contain structures capable of yielding 
the alkaline permanganate oxidation products which have, in fact, been 
obtained from them. The structures possibly present in coals would seem 
to be unreduced benzene rings linked through side chains or oxygen 
heterocyclic rings. Fused reduced rings are probably not present to any 
great extent, seemg that ketonio acids have often been sought, but never 
found, among the products of coal oxidations. 
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In oonoltwion the authors desire to thank Professor Bone for having 
suggested and directed the investigation and the Department of Soientifio 
and Industrial Research for grants which have enabled it to be carried out. 

Summary 

The paper describes the results of systematic quahtative and quantitative 
investigations of some sixty organic substances, namely, (i) carbohydrates 
and aliphatic carboxylic acids, (ii) aromatic hydrocarbons, (iii) aromatic 
substances containing — CO groups, (iv) aromatic carboxylic acids and 
ethers, and (v) heterooyolic compounds, selecte<l for their bearing on the 
coal-constitutional problem, and discusses the principal conclusions to be 
drawn therefrom. 
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Photo-electric measurements of the seasonal “varntwifr 
in daylight around 0‘41/u, from 1930 to 1937 

By W. R. G. Atkins, Sc.D., F.R.S. 

Head of the Department of Oeneral Physiology, Marine Biological 
Laboratory, Plymouth 

(Received 1 February 1938) 

An account has already been given of the standardization of photo- 
electric cells for the measuromont of daylight (Poole and Atkins 1935 ) and 
of the recording of daylight using a Burt vacuum sodium cell and Cam- 
bridge thread recorder (Atkins and Poole 1936 ). It was shown that the 
measurements relate to the ultra-violet, violet and blue, but are chiefly 
an indication of the changes in light of wave-length about 9*41 /i, a region 
in which the eye is of very low sensitivity. 


Constancy of the cell vhed 

The results pubhshed were for the year 1930. Since the measurements 
now given are a continuation of these it is obvious that their value depends 
upon the constancy of the coll over this long period, eight years. 

Evidence based on standardizations may be found in the 1936 paper, 
proving constancy from 1930 till May 1934. During this jxsriod the opal- 
flashed diffusing glass (opal) had been renewed once, when blown off and 
smashed on the lught of 19 September 1930. The new disk was cut from 
the same sheet of glass as the old, and such disks were usually uniform in 
transmission to I or 2 %. Furthermore, examination of the records liefore 
and after the change showed no sign of any alteration occasioned thereby. 
Though certain of the results for 1930 are so high as to lead one to suspect 
a subsequent loss of sensitivity, yet there is much internal evidence of 
constancy in the tables of results. For example, the mean illumination 
integral, in kilo-lux hours, was 315 for March 1930 and 319 for March 1937. 
The readings shown in Table 1 also negative the idea that there has been 
any decrease in the sensitivity of the cell. 

No error of any importance was introduced by variations in anode 
potential or by the minor alterations in the levelling of the opal ; this was 
cleaned daily and the space below it was wiped dry. 
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Tablh I. Daily maximum oubbknt in micboamfebbs, itbom Bubt 
SODIUM CELL NO. 299, ON FBONT FABAPBT OF LABOBATOBY BOOF. 
Bbigiit days in 1983 webe comfabbd with the same datbs in 

OTKBB YBABS 


1030 

18 Mar. 23 86 

21 23 00 

22 22 60 

28 9 60 

24 22-86 

30 26 00 


1033 1937 

23-00 24-10 

22 76 10-70 

22-40 23-00 

23 60 23-00 

21-00 26-30 

26-70 26-70 


The becording of vbbtical illumination 

Daily oharts were obtained and were all measured by the author exactly 
as previously described for 1930 Defects in the high-tension ignition 
rubber-coated cable became more numerous in time, so the means for 
1932 and 1933 are somewhat less accurate than for the other years A day 
lost was always a wet (namely dark) one, so in order not to raise the 
average unduly, a typical value for a wet day at the same season was 
inserted. The possibility of error fiom electncal leaks was guarded against 
by frequent determinations of the zero. The recorder was out of action for 
over two months in the last quarter of 1933, while being restandardized 
and having the new lead alloy sheathed cable placed in position. The 
photometer case was not o|X!ned, but the cable was out ofiF near the cose 
and the new cable was attached to the old, the remains of which were 
heavily coated with a bituminous insulating compound. As trouble arose 
later on at the junction, this was housed in a metal box after adequate 
coating. 


Vebtioal illumination throughout the years 1930-7 

In the tables which follow the monthly maxima in the vertical columns 
are shown in heavy type and the minima in italics. Yearly maxima have 
an asterisk, but in later tables are in heavy type. In view of the occurrence 
of values during 1930 (Atkins and Poole 1936 , Tables III and IV), which 
subsequent records showed to be remarkably high, the charts were 
examined again to make sure that such high figures were not due to 
electrical leaks which had escaped notice before. The local meteorological 
returns were also consulted as to the occurrence of rain. There remains no 
doubt that these values for 1930 are correct, and in a certain number of 
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them additional obseryations, noted at the time, give reason to believe 
that the day was particularly bright. Thus on 22 April 1930, the ratio of 
total (vertical) illumination to diffuse illumination, denoted as was as 
high as 3-25 at 1*6 p.m. 7 July 1030 shows the maximum illumination 
integral for the whole eight years, namely, 1323 kilolux hours , notes record 
that the wind was north to north-west, with air exceptionally clear, sky 
very blue, a few clouds at noon, none in the afternoon, at 12.5, 2.26 and 
4.0 p.m. G.M.T. P was 4*26, 3*44 and 3*50 respectively. There is no doubt 
about the genuineness of a few outstanding records, but this does not 
explain why certain months gave exceptionally high records irrespective 
of the sunshine or rain. 

The measurements were undertaken in the first place in connexion with 
the study of the seasonal changes in the plankton in the English Channel. 
Daily values of the maximum vertical illumination in kilolux and of the 
total vertical illumination in kilolux hours have accordingly been filed for 
use at Plymouth. But in the tables which follow only the mean, greatest 
and least values are given for the daily maximum for each month, and the 
corresponding results for the illumination integral. There are thus no 
published tables corresponding to No IV of Atkins and Poole (1936). 

Table II shows that the daily maximum vertical illumination was least 
in November 1934 with 3*2 kilolux (see Atkins and Poole 1936, Plate 27 D) 
and greatest m July 1930 with 197*6 kl., a range of almost sixty-two fold. 
During 1930, April, May, July and August, gave maxima over 190 kl. 
outstandingly high values, with a mean maximum of 160*0 for July. High 
means were also obtained for April, May and August. The Juno value too, 
119*3kl., was the highest for any June though surpassed in May 1932 
which gave 126*2 kl. Though the mean maxima were quite ordinary 
values for January, February and March 1930, yet from April to November 
they were exceptionally high, December was only surpassed slightly by 
1936 and January and February 1931 were again high, with March quite 
a normal value. Occasional high maxima may be explained by exceptional 
conditions, such as the reflexion from towering white clouds before a snow- 
storm on 28 February 1931. Anything that tends to raise the average 
altitude of the light naturally raises the vertical component. Thus on 
21 December 1937, there was a diffuse misty grey sky, after extremely 
heavy rain the previous night, and the sun broke through, giving for a 
short time V = 21*4 kl., as against maxima for the 21st on other years as 
foUows: 1929, 17*2 kl.; 1930, 19*9 kl.; 1931, 16*0 kl.; 1932, 17*4 kl.; 1934, 
17*9 kl., but for 22nd; 1936, 17*6 kl. and 1938, 4*9 kl. Here again we have 
no indication of any loss of sensitivity. But when we turn to the mean 
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t Feb. 28. see Plate 24 D, Atkins and Poole, 1936. J Mar. 31. f Apnl SO. 



Table III. Vebtical illumixatiok integbal, in kilolux houbh a day, at Plymouth. Top section, least 

VALUES FOE EACH MONTH, MIDDLE SECTION, OBEATEST VALDES AND BOTTOM SECTION MEAN MONTHLY VALUES. 
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values during a month it becomes far harder to explain exceptionally high 
readings. It is even more difficult when dealing with measurements of the 
illumination integral, shown in kilolux-hours in Table III. The lowest 
values, 14’6 kl. hr occurred in November and December 1934, with cloudy 
skies darkened further by smoke. The greatest value, 1323 kl. hr , occurred 
on 7 July 1930, as noted previously. Apart from the high values of 1930, 
we find 1073 kl. hr. in May 1931, with nothing nearer than 969 in May 1934. 

But it 18 the mean monthly illumination integrals that sot 1930 apart as 
a most remarkable year, as may lie seen from Table IV. From April 1930 
to January 1931, every month save May and November is a maximum for 
the eight years, and as a rule is far ahead of the year ranking next. That 
November 1037 should exceed 1030, and December 1930 be only slightly 
greater than 1937 is further confirmation of the constancy of the cell. 
From Table V it may bo seen that 1933 had far more sunshine than 1030. 
The air may have lioon rather cleaner in 1030 than in the other years since 
the rainfall was greater, but 1932 and 1936 were not far behind. The 
number of days with rain was also greatest in 1930, but one hesitates to 
advance a greater numlier of days with rain as an explanation of increased 
brightness 

Table IV The maximum valves ok the monthly vbbtical illumina- 
tion INTEGRAL ARK SHOWN AS A PERCENTAGE OK THE CORRESPONDING 


.MINIMUM 

VALUES. The 

VALUES 

NEXT THE 

MAXIMUM 

ARE SHOWN 

SIMILARLY 







Year of 

Excess 

Year next 

Excess 

Year of 


maxiinutn 

% 

maximum 

% 

minimum 

Jan 

1931 

70 

1033 

63 

1037 

Feb. 

1934 

36 

1931 

24 

1937 

Mar. 

1933 

23 

1032 

19 

1936 

April 

1930 

67 

1933 

27 

1937 

May 

1934 

32 

1930 

30 

1036 

June 

1930 

38 

1034 

27 

1933 

July 

1930 

68 

1034 

27 

1937 

Aug. 

1930 

71 

19.34 

24 

1932 

Sept. 

1930 

73 

1034 

30 

1932 

Got. 

1930 

33 

1932 

16 

1934 

Nov. 

1937 

68 

1930 

61 

1032 

Doc. 

1930 

34 

1937 

32 

1034 


In the correlation of the exhaustion of the phosphate in sea water with 
sunshine in the spring during 1923, 1024 and 1926 owing to the multiplica- 
tion of the planktomc algae (Atkins 1926 , Table V and fig. 6 ) an indication 
was obtained of the need for more exact measurements of the illumination. 
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In Table VI the illumination integrals are shown for each month as a 
percentage of the annual total. A correlation with changes in the plankton 
will be attempted elsewhere, but it is of interest to note that whereas the 
first three months of 1930 received 10-7% of the annual illumination, in 
1933 16-9% was received, about 1 3-14*6% being a more usual value. The 
summer half of the years received from three-fourths to four-fifths of the 
light. Contrary to what might be imagined, Juno is not always the 
brightest month, hut was so in 1932, 1936 and 1937, with July at the tup 
in 1930, and May in the other four years. The general absence of clouds 
and rain, with as a result less reflexion from the sky and a loss transparent 
atmosphere, seems to be the cause of the low values for June. 

Table VII shows the vertical radiation integrals for London. These 
were obtained with the Callendar radiometer, in which the radiation 
passes through glass, and are on the National Physical Laboratory scale 
of radiation. Guild (1937) has shown that this is almost identical with the 
most recent scale of the Bureau of Standards, Washington, and agrees with 
Abbot and Aldnch (1934) that the Smithsonian scale of 1913 gives values 
2*3 % too high. As far as the complete years go, 1 930 is at the top, though 
the excess over the minimum is only 19%. The maximum radiation is 
usually m Juno, but in July for two years. Comparmg the last line with 
Table IV, it may be seen that the excess percentage of the maximum is 
never quite os high os for Plymouth short wave daylight, and is markedly 
less in the brighter months One would expect that atmospheric im- 
purities and particles serving as condensation nuclei would have a selective 
effect upon the shorter wave-lengths of sunlight, so that greater variations 
are to bo expected m the region to which the sodium ceU is sensitive. It is 
none the less difficult to see why in 1930 four of the brightest months, 
April, July, August and iSeptember, also January 1931 should be 07-73% 
greater than the minimum, while June, October and December were 
maxima for the eight years also. Reference may also be made to the 
discussion in §§ IV and VI (Atkins and Poole 1936) and to Atkins, Ball and 
Poole (1937). In the 1936 paper the Euro{)ean pressure system was con- 
sidered for April 103U, but no explanation was afforded for the exceptional 
values. It is possible that though the lower level winds were variable there 
may, during 1930, have been a predommance of arctic air of great purity, 
so that higher intensities of illumination were incident upon the lower 
strata of the atmosphere. 

An entirely different explanation should not, however, remain un- 
considered, namely, that the high values found relate only to the short- 
wave r^on, around 0*41 /i and that the sun’s emission is especially variable 
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in this portion of the apeotrum. Abbot haa shown that there are periodical 
variations in the solar constant of radiation ; the observations have recently 
been summarized and discussed by him (1935). Daily fluctuations are 
usually around 2 %, but may even show arange of 8 % (1920). Pettit (1932), 
on Mt Wilson, found large percentage changes in the ultra-violet around 
0*32/<, when compared with the green about 0*6//. An automatic recorder 
compared the effects of the two regions upon the same thermopile, the 
comparison being completed in 4 min., and immediately repeated. When 
computed for zero air mass the ratio of the intensities varied from 0-95 
to 1*56. It is also claimed that these changes show positive correlation 
with the variations in total solar radiation. Pettit’s work undoubtedly 
shows that one cannot measure short wave-lengths and assume that they 
always give a true measure of the variation near the middle of the spectrum, 
though it was shown by Atkins and Poole (1936, fig. 2 and discussion) 
that, for the regions covered by the cells used, this assumption was 
reasonably correct But the existence of notable exceptions lessens the 
value of the present series of records as far as their application to problems 
of photosynthesis is concerned. While the existenc« of such vanations in 
the ultra-violet to green ratio has been established by Pettit, the validity 
of his computation to zero air mass has been questioned by Bemheiraer 
(1933) on the basis of his own measurements of ultra-violet, extending 
from 1926 to 1933. Ho claims that these show an annual maximum in 
midwinter and a corresponding mmimum in midsummer, variations due 
to the alterations in the turbidity of the atmosphere. Ho previously drew 
attention to the agreement between the yearly variation in the transmission 
of the atmosphere for A 3200, as measured by (lotz at Arosa, similar 
measurements at Upsala, the changes in the ultra-violet at Arosa for air- 
mass 2-9 and Pettit’s measurements for the ultra-violet to green ratio 
From the similarity of the curves Bernheimer concluded that Pettit’s 
deductions were untenable (1928, 1929, 1933 6). 

I am indebted to Dr H. H. Poole for suggesting that a loose contact at 
the shunting resistance might lead to a fictitiously high current in the 
recorder and so explain the high values for 1930. These however occurred 
with each of the three separate shunt units, the connexions of which wore 
soldered by the makers, no plugs being used. The same shunts are still in 
use. 


I desire to express my indebtedness and tender my thanks to the 
following: The Government Grant Committee of the Royal Society for 
funds fur the purchase of the Cambridge thread recorder and other 
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instruments; to Dr H. H. Poole, with whom the first measurements were 
published, and to the Royal Dublin Society, in whose laboratories certain 
standardizations were carried out with him, to my oollei^es and 
laboratory assistants at Plymouth who kindly helped in the daily changing 
of the charts, and otherwise, during the eight years, also to the Super- 
intendents of the Meteorological Office, South Kensington, and of Kew 
Observatory, for the information they kindly supplied. 


Summary 

A Burt vacuum sodium photoelectric cell w'as used with a Cambridge 
“thread recorder" to obtain daily records of the vertical illumination, 
around The greatest, least and mean values of the daily maximum 

are tabulated for each month, as are the corresponding measurements of 
the illumination mtegral m ktlolux-hours. The constancy of the cell wm 
established, and it was shown that the daily maxima varied from 3*2 to 
1 97-6 kl on the carbon arc jiotassium ceU scale, which for average daylight 
is close to the mean noon sunlight selenium cell scale. 

The monthly mean of daily maxima was 160*0 for July 1930 and 12*4 
for Decomlier 1031 From April 1930 to Febi*uary 1931 the monthly 
means were, all save December, maximal for the eight years. The daily 
illumination mtegral vaned from 14*6 to 1323 kilolux-hours, and the 
monthly means from 46*6 in December 1934 to 781 in July 1930, in this 
year the means for April, June, July, August, September, October, 
December, also January 1 93 1 were maxima for the eight years Five years 
averaged 309 kilolux-hours a day, but 1930 showed 414, whereas 1933 had 
the highest sunshine average. No satisfactory explanation of the high 
values of 1930 is forthcoming, but November 1937 exceeded the high 
November 1930 The vertical radiation integral, as measured at London, 
showed that 1930 w'as rather higher than other years Possibly the 
explanation lies m the persistence of exceptionally clear upper air during 
1930, or perhaps in an actual increase in the ratio of ultra-violet to green 
in the solar spectrum as found by Pettit, a result Ciontested by Bernheimer. 
The six summer months receive from three-quarters to four-fiftlis of the 
annual daylight, of this the brightest month (May, Juno or July) receives 
16-18% and Decemlier 1*5%. 
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Quantitative spectrographic analysis of biological 
material 

III. A method for the determination of sodium 
and potassium in glandular secretions 

By J. S. Foster, F.R S., G. 0. Langstroth, Ph.D. 
and D R. McRae, Ph.D 

Department of Phystca, McGtU University, Montreal, Canada 
(Received 16 December 1937) 

study of certain digestive glands in experimental animals (Langstroth, 
McRae and Stavraky 1938) required the analysis of samples of secretion, 
ranging from less than 1 to 16 c c in volume, for several difiFerent substances. 
The use of the quantitative spectrographic method of analysis for Na and K 
described in this article aided considerably m obtaining the data for each 
sample, and so resulted in a description which was relatively complete as 
compared with that obtained under a purely chemical procedure. This more 
complete knowledge of the composition of the secretions was found to 
of the utmost importance in the interpretation of the results, and 
obtaining an understanding of the behaviour of the glands. 

The method of analysis for Na and K, like that for Pb described in 
paper I (Foster, Langstroth and McRae 1935), depends on the determination 
of the intensity ratio of a chosen line of the investigated element to one of an 


Si .a 
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internal standard element. In contrast to the method of paper I, however, 
the sample is exdted in a condensed A.G. spark discharge, and use is made 
of a standard working curve, viz. the intensity ratio plotted against con- 
centration. Some important features of the procedure are as follows. 
(a) The load placed on the electrode contains a fixed “large” amount of 
some suitable added salt (the buffer). This serves to obviate variations in 
the operation of the source due to variations in the composition of the 
samples It permits the use of one working curve in the analysis of samples 
which vary considerably in composition. (6) The sample may be placed 
directly on an electrode previously prepared by drying on it a solution 
containing the buffer salt and internal standard. With this procedure only 
0-01 c.c. of a sample is required for an analysis of both elements, (c) The 
spectrum of each sample is photographed with an antimony absorption 
step-weakener (Langstroth and McRae 1937) before the spectrograph slit. 
The photographic blackemngs of investigated lines then lie in the normal 
exposure region in some steps, and can there be accurately measured. In 
this way one exposure is sufficient for the determination of both elements, 
or of several elements if required. 

The method has been applied in determining Na concentrations between 
1 X 10“* and 30 x 10 ‘g./c.c , and K concentrations between 1 x 10“* and 
12x10“^ g./o.c. The probable error of the mean of a pair of determinations, 
which requires only 0-02 c.c. of a sample, is about 4 % The method for K 
gives essentially the same results as Kramer and Tisdall’s chemical method 
(1921), but there is evidence to show that it is more reliable, at least imder 
our test conditions. The low risk of contamination or loss, and the lack of 
dependence of determinations on the chemical form in which the element is 
present or on the extraneous composition of the sample, are important 
characteristics of the method. As pointed out in the introductory paragraph, 
the small size of the sample required for an analysis is a decided advantage 
in certain problems. A pair of determinations for Na and K may be made in 
three-quarters of an hour. 


1, Pbocedure 

The sparking circuit used for exciting the samples is shown in fig. 1. The 
inductance L is about 2000 /(H, and the condenser C has a capacity of about 
0-02 /tF. The transformer supplying the power has a 1 : 200 ratio, and is 
operated with 16 V across the primary. Examination of the discharge by 
means of a rotating mirror shows that with this arrangement sparks usually 
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paw between the electrodes only on every other half-cycle of the 00 cycle 
A.C. snpply. 

The electrodes consist of a copiwr point and a copper plane (0 x lOmm.) 
on which the load is placed. These are mounted in a holder which permits 
the plane to be so moved during an exposure that the spark passes over the 
entire surface, as described in paper I. The electrode separation employed 
is 3’6mm. The image of the source magnified five times is projected on the 
slit of the spectrograph by a condensing lens ; accordingly only light coming 
from a definite region of the discharge midway between the electrodes is 
examined. 



An absorption step-weakener of antimony (Langstroth and McRae 1937) 
is placed immediately before the slit of the large quartz spectrograph 
(Foster 1936) used m this work. One step of the weakener reduces the 
intensity of the chosen Na line A 3302'3 so that the photographic blackening 
produced by it is comparable to that produced by the K line A 4044-7 as 
transmitted by another step, both lying in the normal exposure region. 

The copper electrodes are dip(ied in concentrated nitnc acid and rinsed 
with distilled water. Glassware is cleaned by immersing it in boiling mtric 
acid, and washing in distilled water 

In making a determination, 0 03 c.c. of the buffer solution is placed on the 
plane electrode by means of a specially made pipette, and is dried in a 
dessicator. The buffer solution contains the internal standard elements as 
well as the buffer salt. The buffer salt used in our work is lithium tartrate 
at a concentration of 0-033 g./c c. Pb and Cd are used as internal standards 
for K and Na respectively; their concentrations are such that Pb A 4067-8 
and K A 4044-7, and Cd A 3261-0 and Na A 3302-3 produce comparable 
blackenings on the photographic plate. A definite amount (O-OI c.c.) of 
the sample is placed in a uniform layer over the surface of the prepared 
electrode by means of a pipette which will be referred to later, and this new 
material is dried as before. 
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The electrodes are sparked and the spectrum photographed. In making 
an exposure the plane electrode is so moved that the spark passes four times 
over its surface at a constant rate each time, in 60, 30, 10 and 10 sec. 
res{>eotively. Calibration marks are put on the plate in the A 3302 and 
A 4044 regions with a step-slit and quartz band lamp. 

The intensity ratios A 4044, K : A 4007, Pb, and A 3302, Na ‘ A 3261, Cd, 
are determined from the plate by the standard microphotometric method. 
The following technical procedure has, however, been adopted. A Moll 
miorophotometer, used as a direct reading instrument, has been so modified 
that the light from the galvanometer falls directly on semi-logarithmio graph 
pa|)er, and that the clear plate deflexions may be conveniently adjusted to 
read 100 on the linear scale With this arrangement, no numerical values 
for galvanometer deflexions are read, those for the calibration marks are 
marked at the appropriate intensities on the logarithmic scale, to give the 
calibration curve for the plate; those for the sfiectral lines may be read off 
directly in terms of intensity from this curve The procedure results in a 
considerable saving of time and labour. 

The concentrations corresponding to the determined intensity ratios are 
read off from standard working curves. These curves are constructed by 
plotting determined intensity ratios for known solutions against the known 
concentrations. 


2 Tum precision and accuracy of the determinations 

The precision of the method as used in analyses of saliva and pancreatic 
seisretion is illustrated m Table 1. Two determinations for each element were 
made on each sample, and the average was taken as the representative 
value The deviations of Table I refer to the deviation of either determina- 
tion from this value 


Method of 
mixing 

No of 
samples 

Table I 

Mean deviation 
(%) 

Standanl 
deviation ( %) 

Probable error 
(%) 

Ns 

K 

Na 

K 

Ns 

K 

(a) In tost-tube 

116 

40 

61 

48 

62 

3 2 4-2 

(6) On oloctrotJe 

19 

3-8 6 4 

4-8 

69 

3-2 

4-7 


When the sample is placed on a prepared electrode as described above, the 
deviations include the errors in measurement of the volumes of sample and 
buffer solution used. On the other hand, earlier analyses were made by 
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mixing 0*26 o.o. of the sample with an appropriate volume of the buffer 
solution in a test-tube, and using this mixture for both determinations. 
Under these oiroumstanoes, the deviations exclude the errors in measure- 
ment of the volumes of sample and buffer solution. 

It is apparent that the errors introduced by errors in the volume measure- 
ments in procedure (6) are negligible in comparison with the remaining 
errors inherent in the spectroscopic method. Procedure (b) is more rapid 
than (o), and requires a much smaller volume of the sample. In view of the 
results of Table I the precision of the method is represented by a probable 
error of 3*2 % for Na, and 4-7 % for K. 

Table II makes a comparison between K concentrations in saliva as 
determined spectroscopically, and as determined by Kramer and Tisdall’s 
(1921) chemical method. 

Tablb II 

K concentration (mg. %) 

Speotroacopically Chemically 

. 26 21 

28 28 

30 26 

29 32 

34 38 

44 43 

40 42 

46 42 

47 60 

Hum 323 322 

The fact that the sums of the two sets of determinations differ by only 
0*3 % indicates that no constant error is present in either method, or that u 
similar constant error is present m both. In view of the totally different 
character of the two methods the latter alternative appears to be highly 
impi^ibable. 

The deviation of individual chemical and spectroscopic detenuinations 
from their mean is in one cose as high as 10*6 %. Such large deviations 
probably result from large errors in the chemical determinations, since, as 
indicated by the following illustration, the spectroscopic method is the 
more reliable under our test conditions. Each of several samples of saliva 
was divided in half, and to one half was added a known amount of a K salt. 
All half-samples were analysed chemically and spectroscopically for K, and 
the added amount, as determined from the analyses, was compared with the 


Deviation from 
mean (%) 

10 6 
00 
72 
40 
6-6 

24 

34 

31 
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known added amount. It was found that the average deviation from the 
known value was 17 % for the values determined chemically, while for those 
determined spectroscopically it was only 5%. Similar tests were made 
spectroscopically for Xa, with similar results. 


3. Discussion 

The problems of quantitative spectrographic analysis may be considered 
to fall into three distinct classifications* (a) problems concerned with the 
preparation of the sample for excitation, (b) problems concerned with the 
excitation of the sample, and (c) problems concerned with the measurement 
of relative intensities in the emitted spectrum. 

The preparation of the sample. It is desirable that the preparation of the 
sample should involve as little treatment os possible, in order to minimize 
the chance of contamination or loss of material. This condition appears to 
be satisfactorily fulfilled by the present procedure, which involves only the 
transfer of a small quantity of the sample from the container in which it is 
collected to the electrode surface. ^ 

It is necessary that the volume delivered by the pipette to the electrode 
be closely reproducible. Pipettes with long line {lomts slightly curved at the 
end are used for this puriiose. The curve facilitates the removal of liquid 
which tends to adhere to the outside of the pipette after delivery of the 
sample. As indicated by the figures of Table I, 0*01 c c. of liquid may be 
placed on an electrode with a high degree of reproducibility with these 
pipettes. 

The excitaiion of the sample. If reliable results are to be obtained, it is 
necessary that the intensity ratio of a line of the investigated element to 
some internal standard line be dejiendent only on the amounts ol the two 
elements present, and on no other factor which may vary from sample to 
sample. The degree to which this condition is fulfilled determmes the success 
of a spectroscoirio method. 

If a sample is placed alone on an electrode, the intensity ratio obtained for 
hnes coming from different elements will depend on the amount of extraneous 
matter present. For example, the mtonsity ratio of the Pb and K hnes used 
in this work increased by 60 % when the deposit of lithium tartrate on the 
electrode was changed from 0*3 to l*0mg./cm.* of surface; the change in the 
Na : Cd ratio was somewhat less. In our experiments, the samples of 
glandular secretions to be analysed contained in some ciwes as much as 
3 %, and in others as little as 0*3 % solids. Because of this variation in total 
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solids, Sboourate determinations could not be made for such samples by 
placing them alone on the electrode. To overcome the difficulty, some 
suitable substance is deposited on the electrode in a fixed amount greatly in 
excess of the amount of solids in the samples. The discharge then takes its 
character from this added substance (the buffer), and is little affected by 
variations in the composition of the samples. Under these conditions one 
may use the same working curve for different samples. It is obvious that 
in determining the working curves, the deposit of buffer salt on the electrode 
must be the same as that used in actual analyses. Lithium tartrate has been 
found to be a satisfactory buffer salt for our work. It dries on the electrode 
in a closely adhering layer, which is “burned” rather than flaked off as is 
the case with many inorgamc salts. 

In view of the preceding statements, it is clear that the deposit on the 
electrode must form a layer of nearly uniform thickness if reliable results 
are to be obtained By drying rapidly at low pressure some samples of 
sahva may be made to form a thick deposit at the edges of the electrode, 
leaving the centre nearly hare. The K determination obtained from such 
a deposit may differ by as much as 40 % from the determination made from 
a uniform dejiosit Thus far no difficulty has lieen encountered in obtaining 
sufficiently uniform deposits when the sample is dried in a desiccator. 

The condenser in the sfiarking circuit is large enough to produce a spark 
which will bum through the deposit on the electrode. The voltage across 
the primary of the transfomier is reduced to a point slightly above that at 
which a discharge just takes place lietween the electrodes. Under these 
conditions the general heating of the electrodes is a practical minimum, and 
the destruction of the character of the deposit in places not immediately 
attacked by the spark appears to be negligible. The adjustment of the 
electrode spacing is not critical ; a 26 % change in separation causes less than 
7 % change in the intensity ratios. 

There is evidence to indicate that the excitation in the discharge column 
of the source used in this work is thermal in character (Langstroth and 
McRae 1938 ), i.e. the average jiopulations of the initial states are in a 
Boltzman distribution. It is therefore desirable to choose internal standard 
lines which originate in initial levels having nearly the same excitation 
potentials as those of the investigated lines of the elements to be determined . 
Energy level data for the linos used in our experiments are given in Table III. 

Consideration shows that if the working curve was determined with a 
discharge temperature of 9000° K., and an observation wm made with the 
discharge at 8000° K., the error in the determination of K due to this 
variation would be 20 %. The error in the Na determination would be 
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oonmderably less, sinoe the Na and Cd excitation potentials differ by only 
0-07 e-Yolts whereas the corresponding difference for Pb and K is 1*32 
e-volts. The fact that the average error is 1 % greater in the K, than in 
the Na determinations (Table I), may be due in part to fluctuations in the 
discharge temperature of the source. An average fluctuation of 60° from the 
standard temperature would account for a 1 % greater deviation in the 
K measurements. Another factor contributing to this greater deviation for 
K is referred to below. 

Tabijc 111 


Element 

Lme 

State 

Initial 

Final 

Excitation 

potential 

e-volta 

Na 

3302 3 

(3p)»P| 

(Is) ‘Si 

3 71 

K 

4044-7 

(3p) 'Pi 

(Is) *8* 

304 

Cd 

3261 0 

(2p)*Pi 

(Is) % 

3 78 

Pb 

4067 8 

[8p(»Pj)7s32j 

(6p»)»P, 

4-36 


Meaauremtnt of inUnatty. In our applications of the method, the back- 
ground intensity was considered to be sufBciontly small to be neglected. 
It apjieared to be somewhat greater however in the region of the K line than 
in that of the Na line. This circumstance, combined with the fact that the 
blackening for the K line was small as compared with that of the other lines, 
results in a greater error in tho determination of the K : Pb ratio. Hence a 
greater mean deviation in tho K determinations is to be expected. This is 
found, as shown in Table 1 . The fact that the K dotenmnations of the second 
row of Table 1 have a greater probable error than those of the first row 
(4-7 % os compared to 4-2 %) is doe to the fact that for these determinations 
the exposures (and so the background) wero twice as great, while tho 
blackenings of the K Imo remained about the same. It may be noted that 
the probable errors for Na, for which the background is a much smaller 
consideration, are the same in the two rows of Table I. 

We are indebted to Dr O. W. Stavraky for making the chemical analyses 
referred to in this article. We are also indebted to the Rockefeller Founda- 
tion for flnancial assistance. 


Summary 

An internal standard method of quantitative spectrographic analysis, 
as applied in the detenmnation of Na and K in glandular secretions, is 
described. The probable error in a determination is about 4 %. 
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By adding an appropriate foreign aubatanoe to the sample in such 
quantities that the character of the condensed A.C. spark discharge is 
determined by this substance, it is possible to use the same working curve 
for samples of considerably different composition. 

The sample and internal standard may be separately placed on the 
electrode by a pipette specially designed for accurate delivery of small 
volumes. The volume of a sample required for the determination of both 
elements is thus reduced to 0-01 o.c. 

By photographing the B|)ectrum of the sample with an antimony absorp- 
tion step-weakener before the sfioctrograph sht it is possible to obtain 
determinations for two or more elements from a single exposure 
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Thermal conduction in hydrogen-deuterium mixtures 
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iNTBODTTCmON 

The work to bo described here was undertaken by the author in order to 
provide accurate data on thermal conduction in gaseous mixtures of 
deuterium and hydrogen at ordinary temperatures, to be applied to the 
analysis of such mixtures by the thermal conductivity method developed 
by A. Farkas and L. Farkas (1934) and others; and also to make an accurate 
direct determination of the thermal conductivity of pure deuterium. 

With regard to the latter quantity, the values obtained by other workers 
to date vary widely, showing a maximum difference of the order of 11%. 

Van Cleave and Maass (1935), using a relative hot-wire method and 
assuming the value of the thermal conductivity of pure hydrogen at 0° C. 
(/To) to be 0 0004 16 cal. cm.“* sec -^deg."^ C., gave as their final result for 
deuterium 

Kff = 0'000296 ± O'OOOOOS cal. cm.“* sec.-^ deg C. 

A later determination made by Kannuluik (1936), using a modified 
hot-wire method, gave the value 

Kq =* 0-0003294 cal cm. '*Bec.-*deg.'^C. 

Again, an extensive series of determinations of the thermal conductivities 
of vanous gases, including deuterium, has been made by Nothdurft (1937), 
also using a hot-wire method, and in this case the value obtained was 

Kg = 0-0003031 ± 0-0000011 cal. om.-isec deg.-i C. 

A preliminary announcement of the value obtained by the author 
(Archer 1936) has already been made, and it is pointed out that the two 
former values quoted above wore published during the course of the work 
to bo described here, whilst the last quoted was announced aftor the thermal 
conductivity determinations had been completed. Unfortunately, however, 
circumstances beyond the control of the author seriously hindered the 
work on the determinations of the concentrations of deuterium oxide and 
[ 474 ] 
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water, used in the preparations of the gases, and in consequence a delay in 
the final publication of the results has occurred. 

Dbscbiption of apparatus 


The apparatus used is sliown diagrammaticaUy (fig. 1) and will be 
described briefly. 



i4 18 a small bulb of pyrex glass communicating with the pytex glass 
liquid-air traps, B and C. (7 is connected, by using joints of intermediate 
glasses, to a quartz tube placed inside an electrically heated cylindrical 
furnace, D, and containing pure magnesium turnings. This tube, again by 
using joints of intermediate glasses, is connected to a third pyrex glass 
liquid-air trap, E, and thence through the tap, P, to a discharge tube, F, 
a compression apparatus, 0, a mercury manometer, M, the thermal 
conductivity tubes, T, and finally through the tap, Q, to the yacuum 
pumps used. 

The compression apparatus consists of three pyrex glass cylindrical bulbs, 
0, connected as shown, together with a mercury reservoir, R, and an air 
trap, the latter to prevent air from being carried into the apparatus by 
the mercury when the reservoir, R, is operated. The function of the apparatus 
was to overcome the difficulty of being able to prepare only a small volume, 
about 150 c.c , of the various gases at a reduced pressure. The gas having 
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been prepared at a fairly low preeaure, about 100 mm. of meroury, with the 
reservoir, R, in its lowest position, could be compressed by gradually raising 
the reservoir to fill the bulbs, 0, with meroury and the pressure thereby 
increased to about 700 mm. of meroury. 

The magnesium turnings, after having been thoroughly washed in ether 
to remove all traces of grease, were contained in a thin wedled quartz tube, 
0 })en at both end^ and lined with asbestos, placed inside the slightly larger 
quartz fiirnace tube. This arrangement was found to be necessary because 
when a single furnace tube was used a thin layer of magnesium was deposited 
on the inner walls of the furnace tube after heating and caused the tube 
to be fractured. 

The furnace could be raised to a temperature of about 660° C., the 
temperature being indicated by means of a copper-constantan thermo- 
couple placed between the quartz tube and the furnace wall. It was found 
possible to maintain the temperature of the furnace constant to within 
6° C. of the desired temperature, usually 600° C., for several hours by 
controlling the electric current with suitable rheostats 

The thermal conductivity tubes, T, were of the type employed by the 
author in previous work of a similar nature, the tubes being made of 
ordinary glass and connectec^to the r«at of the apparatus by a carefully 
ground joint. The main tube and cbinpensating tube were cut from the 
same piece of selected and calibrated tubing, the internal radius (r,) being 
0'6646 cm. and the external radius 0-7892 cm. The thin wires sealed in 
the tubes wore of pure platinum, the radius (rj) being 0-003977 cm. ' 

The gas pump system consisted of a motor driven Hyvac oil pump as 
backing pump and a gas heated meroury vapour pump. 


Pbkfaration of oases 

In the greater part of the work, the apparatus described above was used 
to prepare the various mixtures of deuterium and hydrogen, as well as 
pure hydrogen and also deuterium as pure as it was possible to obtain. 
The first preparation was that of hydrogen as a check on the method, 
specially prepared distilled water being used for the purpose, and the 
method of preparation will now be described. 

First, the whole apparatus was evacuated, the pumps being kept in 
operation for several hours while the electric furnace was heated to about 
600° C., the discharge tube, F, being used to indicate the vacuum condition. 
This prolonged treatment and the heating of the magnesium to a tem- 
perature higher than that maintained in the actual preparation of the gases 
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were found to be neoeesary in order to degae completely the apparatus and 
the magnesium. Moreover, it was found necessary to repeat the prolonged 
d^iassing process after each preparation ; traces of hydrogen were observed 
to be present during the first few hours of the heating, and the process was 
continued until the discharge tube indicated the complete absence of all 
gases. Without this precaution it could not be ensured that the gas obtained 
was of the same concentration as in the liquid used for the preparation. 

After allowing the furnace to cool to atmospheric temperature, the tap, 
P, was closed, the seal at L broken, and about 0*5 c.o. of the liquid was 
introduced into the bulb, A, and the seal at L was remade. The bulb, A, 
was surrounded with liquid air in order to freeze the liquid, the tap, P, 
opened and the apparatus again evacuated The trap, B, was next surrounded 
with liquid air, the frozen siiecimen in A allowed to melt and evaporate 
slowly, being again frozen in B. On the completion of this distillation the 
bulb, A, was removed at the constriction, S. The specimen was then 
distilled to the trap, C, by a similar method, and the trap, B, removed at 
the constriction, X. In this manner any gases dissolved in the liquid were 
removed and any traces of sohd impurity left behind in either A or B. 

Keeping the specimen frozen in C, the furnace was next heated until a 
steady temjierature of about 500° C was attained, and at this stage the 
specimen in C was allowed to melt and evaporate very slowly, the pump 
system now being cut off by closing the tap, Q. Thus the vapour passed 
over the heated magnesium and was decomposed, the required gas passing 
over into the whole apparatus. Any slight traces of liquid not decomposed 
were collected by freezing in the trap, E, which was immersed in liquid air 
throughout the preparation. By careful control of the evaporation, however, 
from C it was found possible to decompose the whole of the specimen, some 
eight hours usually being occupied in the process. During this time the 
mercury reservoir, B, was kept in its lowest position so that the bulbs, 0, 
and the tubes, T, were filled with the gas at a final pressure of about 100 mm 
of mercury, the pressure being indicated by the manometer, if. At this 
stage the tap, P, was closed. 

Exactly the same method was employed in preparing the various mixtures 
of deuterium and hydrogen from mixtures of deuterium oxide and distilled 
water, using deuterium oxide of 9«'96 % guaranteed concentration, supplied 
by Messrs Imperial Chemical Industries, Ltd. The liquid mixtures were 
made of an approximate concentration only of deuterium oxide in water, 
the exact concentrations being determined at a later stage. 

Lastly, deuterium was prepared by the same method from a sample of 
the 99-96 % deuterium oxide. 
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In every case the preparation was repeated, using fresh samples of the 
various liquids, and the thermal conductivity observations on each gas 
specimen were repeated until in the case of each gas specimen consistency 
was attained. For this purpose the current measurements (see below) were 
used, an agreement to within 0*0005 amp. in the values being considered 
sufficiently consistent, the values ranging from 0*46 to 0*27 amp. in the 
whole series of observations. 

As a final check on the thermal conductivity observations for deuterium, 
a sufficient supply of the gas was prepared by the decomposition of a specimen 
of the 00*05 % deuterium oxide by metallic sodium, using a similar form of 
apparatus and the method described by Mann and Newell (1937)- 


Thermal conductivity observations 

The form of thermal conductivity apparatus used in the present instance 
is the vertical compensated hot-wire system evolved as the result of an 
extensive series of experiments on thermal conduction in gases, using the 
hot-wire method, in which the author has taken part, the mam object of 
the system being to eliminate as far as possible the effect of losses of heat 
by convection. 

In the first series of ex|K>riment8 (Gregory and Archer 19260), two com- 
pensated hot-wire systems were used, the tubes being of different radii and 
placed horizontally. In this case there wore convective losses in both 
systems, bemg much greater in the wider tubes than in the narrower. It 
was found possible, however, to eliminate the effects of convection by 
observing the pressures in both systems at which such losses vanished, the 
temperature conditions in the two systems being identical. 

It had been shown previously (Weber 1917) that in a similar hot-wire 
system with the tubes placed vertically the heat losses by convection were 
very much smaller than in the same system placed horizontally. Hence 
it was decided to work with vertical tubes, modified in such a way as to 
reduce the convective losses still further. Such a modified hot-wire system 
was first used (Gregory and Archer 1926&) to show that the thermal con- 
ductivity of air is independent of pressure, the results indicating that 
convection was almost entirely eliminated over the range of pressures and 
temiieratures useil in that instan<». The double system of the modified 
vertical type, however, was adopted for further experiments, being used 
to determine the thermal conductivity of carbon dioxide (Gregory and 
Marshall 1927), of oxygen and nitrogen (Gregory and Marshall 1928), and 
of carbon monoxide and nitrous oxide (Gregory and Archer 1928). Then, 
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a single vertical system was first used for direct determination in an 
investigation of the thermal conductivities of the saturated hydrocarbons 
in the gaseous state (Mann and Diokins 1931). 

Up to this time no account had been taken of the effect of accommodation, 
and the consequent discontinuity of temperature between a gas and a solid 
surface, on thermal conduction in gases in the work detailed. It was realized, 
however, that the effect though small should be taken into account, and 
consequently with this object in view a re-examination of the results of 
the work first mentioned above was made (Gregory and Archer 1933). It 
was then established that by using a relation of the type adopted in the 
present work (see below), the two effects of convection and temperature 
drop could be successfully eliminated from the thermal conduction, a single 
vertical hot-wire system being sufficient for the purpose. This was further 
confirmed in the case of a series of gases (Diokins 1934) of which the thermal 
conductivities and the accommodation coefficients relative to a platmum 
surface were determined The method, with some modification m the 
theoretical treatment, has since been applied m the case of hydrogen over 
a range of temperature up to 300° (1 (Gregory 1935), and also in the case of 
carbon dioxide over a similar range of temperature (Archer 1935) 

The construction and method of use of the thermal conductivity apparatus 
need little further description here, the calibration, etc , of the hot-wire 
tube system following exactly the same lines as described in the papers on 
the work mentioned above. 

The tube system was maintained at a constant temperature, 0° C., 
throughout the whole senes of observations, by means of the usual form 
of ice-bath fitted with a motor-driven stirrer, the platinum wires bemg 
connected to a Callendar-Griffiths bridge, used in conjunction with a 
Tinsley thermoelectric {xitentiometer. 

The gas specimen having been prepared, the reservoir, B (fig. 1), was 
raised to obtain the maximum possible pressure in the tube system, usually 
about 700 mm. of mercury. The Callendar-Griffiths bridge having been set 
to balance for a resistance corresponding to a predetermined temperature 
of the platinum wires in the tube system, the strength of current passing 
through the wires was adjusted by moans of sensitive rheostats until the 
bridge was balanced. Tlio strength of the current was then measured by 
means of the potentiometer, and at the same time the pressure of the gas 
in the apparatus was observed by using the mercury manometer, if. 

Next, the pressure of the gas was reduced by lowering the mercury 
reservoir, R, the strength of the current adjusted to restore balance of the 
bridge ajid the observations repeated. 
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This prooedure wag carried out at a aenea of presaures of the gaa, the 
mercury reaervoir, S, being lowered in auitable atagee until the minimum 
poaaible preaaure, usually about 100 mm. of mercury, waa attained, the 
strength of current being measured and the preaaure observed at each stage. 

Three other similar seta of obaervationa were made, with the Callendar- 
Griffiths bridge setting adjusted to correspond to three other temperatures 
of the platinum wires in the tube system, using the same specimen of gas 
over the same range of pressures in each set of observations. 

This procedure waa repeated in the case of each gas specimen prepared, 
four sets of observations being made for each gaa with the heated platinum 
wires in the tube system at four different temperatures ranging from 
21-644 to 10-370° C. 


Calculationh 

In the present work, the relation 

» ^ MX 

Q~ 2nKJW^ P.e ^ * 

was used to determine the thermal conductivity, K, of the gas. 

In this relation, Q represents the loss of heat per second by conduction, 
in the absence of convection, from an electrically heated platinum wire of 
radius ti, of effective length I, mounted coaxially with a glass tube of radius 
r„ and compensated for “end” effects, etc., 6 being the difference of tem- 
perature between the platinum wire and the mner wall of the glass tube. 
P is the pressure of the gaa in the tube system, and A is a constant involving 
the accommodation coefEcient of the gas. 

The valuM of Q were calculated from the observations of the effective 
resistance of the platinum wire and the strength of the current required to 
maintain the temperature of the wire constant during the observations. 

The values of 0 were also obtained from the observations of the effective 
resistance of the platinum wire, the necessary corrections to the platinum 
scale temperatures being applied to obtain the corresponding Centigrade 
temperatures; allowance also was made for the flow of heat through the 
walls of the glass tubes in each case, corrections being calculated from the 
internal (r,) and external (rg) radii of the tubes and the thermal conductivity 
of the material. 

By plotting the values of 1/Q against those of 1/P, a straight line is 
obtained. The intercept of this line on the 1/Q axis represents the quantity 
logj^ 

2nKJl0 ’ 
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from which the value of the thermal conductivity, K, of the gas can be 
calculated. 

The observations obtained for each of the four settings of the Callendar- 
Grifflths bridge were treated thus, the value of K found in each case being 
that at the average temperature between that of the heated wire and that 
of the internal wall of the glass tubes. The value of the thermal conductivity 
at 0° C., K^, was then obtained by extrapolation from the four results. 

At the same time, the slope of each straight line gives the value of the 
quantity, Ajd, corresponding to the particular experimental conditions, 
and by using the appropriate expression for A the accommodation coefficient 
of the gas at the temperature of the heated platinum wire can be obtained. 
It has been shown recently by Gregory (1936) that in the general equation ( 1 ) 
above, A may be expressed in the form 

_L 

27tI R 2a(/?+^)l fi f, /’ 

in which I is the effective length of the heated platinum wke, M the molecular 
weight of the gas, R the gas constant, a the accommodation coefficient and 

the specific heat [ler molecule of the gas, and fi the absolute tem- 
perature and radius of the platinum wire, and r^ the absolute temperature 
and radius of the inner wall of the glass tubes. 

This expression was used to determine the accommodation coefficient in 
the cases of deuterium and hydrogen. Expenmental values of the specific 
heat iier molecule for hydrogen were available, but m the case of deuterium 
no such data are available, and the classical value, 2-5, was used in the 
calculations. 

In the present instance, calculations of the beat lost by radiation from 
the heated platinum wire in the prevailing experimental conditions showed 
that such losses wore negligible in comparison with the total heat losses, 
and m view of the estimated accuracy of the observations the corrections 
were not applied. 


Observations and results 

Space will not permit the reproduction of all the necessary observations 
taken in the course of t^e work, nor is it considered desirable to quote in 
detail all the experimental data. As an illustration, however, a typical set 
of lines are reproduced graphically in fig. 2. These particular lines were 
obtained from the experimental observations made in the case of deuterium. 
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These lines are typical of the results generally and show clearly the adherence 
of the observations to the straight line law according to relation (1) above. 



The ilnal value of the thermal conductivity of each of the vanous samples 
of gas, calculated from the whole series of experimental observations, is 
contained in the table below: 


Hydrogen 

Doutonum 

K, 

coefficient 

100 

0 

0*000418, 

U (MI26, 

SO 2 

10 8 

0 000382, 


65 5 

34 6 

0*000364, 


40 6 

504 

0 000350, 


30 5 

6fl6 

0*000341, 


18'7 

81-3 

0*(MM)323, 


0 06 

90 00 

0*000308, (a) 
0*000307, (6) 

0 0030, 
0*0029, 


In this table the figures in the first two columns show the percentage 
concentrations of hydrogen and deuterium present in the different gas 
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gpeoimens used. Theee concentrations were obtained from a series of deter- 
minations of the densities of the liquid mixtures used in the preparation 
of the gases. For this purpose a flotation method, devised by Dr R. H. 
Purcell of the Chemistry Department of the Royal College of Science, was 
used, a composite float of silica and glass of about 0*26 c.c. oap^ity being 
fllled with the liquid and the flotation temperature m a bath of pure degassed 
distilled water observed. 

In the third column are shown the values of the thermal conductivity 
of each gas specimen, m each case at the temperature of 0° C. and expressed 
in the usual units, cal. cm “*8ec.“^deg.~^C. In the case of deuterium, the 
value marked (a) is that obtained from the gas prepared by the magnesium 
method, while that marked (6) is that obtained from the gas prepared by 
the sodium method. 

The fourth column contains the values of the coefficient of increase of 
thermal conductivity with temperature, between 0° C. and an average mean 
temperature of the gas of 10*9° C., in the case of hydrogen and deuterium. 

The values of the thermal conductivity are also represented graphically 
in fig. 3, the values of from the above table being plotted against the 
percentage concentrations of the gases in each case. 

The accuracy of the thermal conductivity results is estimated to be of 
the order of 0’25 %. 

Mnally, the value of tlie accommodation coefficient also was calculated 
in the case of pure hydrogen and of deuterium, the results obtamed being: 
Hydrogen ... 0-29,, 

Deuterium ... 0-37,. 

These values are relative to a platinum wire surface at a temperature of 
0° C., and are in good agreement with similar results obtained previously 
by other observers. 

In conclusion, the author wishes to express his sincere thanks to Professor 
Thomson for his encouragement and the facilities to carry out the work, 
to Professor Ranldne for his enthusiastic interest and helpful advice, and 
to Dr R. H. Purcell for the valuable help afforded in the preparation of the 
gases and in the determination of the concentrations. 


SUMMABT 

The paper describes an experimental investigation of thennal conduction 
in hydrogen, deuterium, and hydrogen-deuterium mixtures of varying 
concentration. The hot-wire method, used by the author and others 
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previoualy in BimiUr work, waa adopted to determine the thermal oon- 
duotivity at 0° C. of hydrogen, deuterium, and of each mixture and also 
the accommodation coefficients of hydrogen and deuterium relative to a 
platinum surface at 0° C. 

The hydrogen was prepared from distilled water, the deuterium from 
deuterium oxide of 90-96% gueutmteed concentration, and the gaseous 
mixtures from mixtures of the water and deuterium oxide, by passing the 
vapour over magnesium heated to about 500° C. in an electric furnace. 
Deuterium was also prepared from the oxide by reaction with metallic 
sodium in vacuo. The percentage concentrations of the gaseous mixtures 
were obtained from observations of the densities of the liquid mixtures, 
using a flotation method. 

The values obtained of the thermal conductivity at 0° C. of hydrogen and 
deuterium were 0-000418, and 0-000308,cal. cm.-^seo.-^deg.'^C., and of 
the accommodation coefficient 0*29, and 0-37, respectively. The values of 
the thermal conductivities of ail the gases together with the percentage 
concentrations are shown in a table, and also represented by means of 
a graph. 
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The theory of pressure-ionization and its applications 

Bv D. »S. Kotham, Ph.D. (Cambridge) 

Phyatca Department, Vniveraity of Delhi 

{Communicated by M. N. Saha, F.R. 8 . — Received 14 December 1937) 

It marked a signifioant advance m astrophysics when M. N. Saha first 
showed how the degree of ionization in stellar material could be calculated 
in terms of its temperature and pressure (or density). In the usual theory of 
thermal ionization the free electrons are treated as a claaeical perfect gas 
and, therefore, the theory is apphcable only so long as the temperature and 
density of the material are such that the free electrons are non-degenerate in 
the sense of the Ferini-Dirao statistics. In the outer atmosphere of a star 
the condition of non-degeneracy is always satisfied, but in the interior of 
the white dwarf stars and the planets (and possibly in the interior of other 
stars as well) the conditions of temperature and density are such that the 
free electrons form a degenerate gas and their behaviour can no longer be 
described in terms of classical perfect gas. 

In the case of coldf matter Saha's theory loses its validity and the degree 
of ionization in degenerate matter must be investigated on other lines. This 
investigation of the ionization in degenerate matter is of importance in 
astrophysics, particularly in researches dealing with the internal con- 
stitution of the white dwarf stars and also, as has been recently shown 
(Kothari and Majumdar 1936a, 19366; Kothari 1936), in predicting the 
maximum radius for a cold body. 

In this paper we shall deal with the theory of ionization in degenerate 
matter. In Sebtion 1, by an application of the virvU theorem, we derive a 
relation which predicts the d^;ree of ionization in degenerate matter in 
terms of its density. This relation is obtained on certain simplifying assump- 
tions and we cannot regard it as entirely satisfactory. (All the same, we 
believe it to be better than any given previously.) In section 2 the results 
of this paper are compared with those previously obtained. Section 3 deals 
briefly with some astrophysical applications. The important results are 
summarized at the end of that section. 

t The word coW u used here m a teohnioal eonae. Matter will be referred to as eold 
or degenerate, when Boy free electrons present constitute a degenerate gas. 

X One con consider the present theory to be in the same preliminary stage as the 
theory of metals immediately after its revival by Elommerfeld. 

[ 486 ] 
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l.f The virial theorem states that for an assembly of particles inter- 
acting according to the inverse square law of force 


2T+ir-3pF, 


m 


where T is the total kinetic energy for all the particles of the assembly, W 
the total potential energy, V the volume and p the external pressure to 
which the assembly is subject. 

Consider material! composed of atoms of atomic weight A and atomic 
number Z compressed to such an extent that some at least of the outer 
atomic orbits overlap, and therefore the electrons which occupied these 
levels are rendered (or squeezed) free — ^in other words we contemplate 
conditions such that preemre-tonization occurs. We can divide the material 
into Himilar spherical cells — each cell containing a nucleus and Z electrons. 
In general, some of these electrons will be bound and some will he free. If a 
denotes the radius of the cell, then a will be connected with the density by 
the relation 


= 1 

riAma 


( 2 ) 


where iwh is the mass of the hydrogen atom and yi is a factor of the order 
umty. The exact value of yj depends on several factors — particularly the 
lattice arrangement of the atoms. 

In estimating the kinetic energy T we include all electrons, bound as 
well as free. As is now well known from the investigations of Fermi, Thomas 


t In a previous paper (Kothan 1936) tho vtrtal theorem has been apphed in the form 
iT+W+W^ = Qto tho stellar eonflguration as a whole, where T, W and Wq are the 
total kmotio, elootroetstie and gravitational energies roepeotively; and a relation 
between the radiua H and the mass M of the eonflguration was directly obtained. 
The aim of the present paper is a different one. Here we are primarily oonoemed with 
an mvestigation of the theory of pressure ionization; the astrophysioal apphoation 
of tho theory will be taken up m the last section — the results obtamed tlierein going 
beyond those of the previous paper. 

It may be motioned that the ealculation for the kinetic and electrostatic energies 
m the present paper follows the lines of the previous paper with neoessary formal 
changes. 

{ The general result for force varying as the nth power of the distance is 
2r-(n-H)IK= 3 p 7 . 

The sign of the force (attraction or repulsion) is immaterial and it may even vary from 
particle to particle. 

The zero level or state for reckoning the potential energy W is the state when the 
particles are all dispersed to infinity. 

{ Throughout this paper we shall consider material composed of atoms of one 
elelnent only, as it does not seem practicable at present io estimate W for a mixture of 
elements. 


32-2 
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and others, the bound electrons in an atom can be treated as forming a 
d^nerate gas, and as the material is oM the &ee electrons will also be 
degenerate. It will lead to no serious error in estimating T if we assume the 
Z electrons as uniformly distributed in the cell. The usual formula for the 
kinetic energy of degenerate electron gas is 


Ji A* 
10m 



( 3 ) 


where n* is the electron concentration,! N the total number of electrons, 
m the electron mass and A Planck’s constant. Substituting Z for N, and 
Z/y,o* for n*, where y* is a factor of the order unity, we obtain for the 
kinetic energy per cell 

T' = — — ^ (4) 

10m\87ry,o»; 


and, therefore, T the total kinetic energy of the assembly is obtained by 
multiplying T' by the number of cells into which the assembly is divided, 

i.e. T = where/) is thedensityandFtbevolumeoftheassembly. 

Substituting for a? from (2), we have 


10wi\8ffyiy,j4mn/ 


( 6 ) 


We shall now obtain an expression for W. It is no simple matter to cal- 
culate W acciurately , but an approximate value for it can easily be obtained 
We shall assume that the total potential energy is obtained by mAiltiplying 
the electrostatic energy of a single cell with the number of cells. Assuming 
as before that the Z electrons are uniformly distributed in the cell of radius 
a, the cell having at its centre a nucleus of charge + Ze, the potential U {x) 
at any point inside the cell and distant x from its centre will be, after the 
cell has been built up to radius x. 


t7(x) = |ze-y*9n*cj^a:. 


Therefore the potential energy W' of the cell will be given by 


-W' 



s^n^edx 


l^!i* 

10 a ’ 


(6) 


( 7 ) 


t n* denotes the Mai electron concentration. The Jree electron concentration Will 
be denoted by n. 
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and henoe, eliminating a with the help of (2), we have 


~W 


^-W 


Ar/iji 


\^IL 
! Am^’ 


(8) 


In the ease of degenerate matter the pressure effectively depends only on 
the free-eleotron concentration (the heavy particles being non-degenerate 
make negligible contribution), and is given by the usiul expression 


8ffA*/3n\4 
15 mW ’ 


(9) 


where n denotes the number of free electrons i)er unit volume It is not to 
be confused with n*, which represents the total concentration of bound and 
&ee electrons. 

Let us now define ft, the mean molecular weight per free eUctron, by the 
relationt 




P 

fimii 


( 10 ) 


If the material is r times ionized, i.e. per nucleus there are r free electrons 
and (Z-r) bound electrons, then 


n as r 


P__ 


and ft 


A 


( 11 ) 


The value of ft gives a measure of the degree of ionization. In the case of 
singly ionized material ft ^ A and for fully ionized material ft = AjZ. 
Eliminating n between (9) and (10) we have 


where 


13 

li 


(12) 

„ 8jrA*/ 


(13) 


isffwn/ ■ 


K may be called the “degenerate-gas constant”. 

Substituting for T, If'^ and p in (1) the expressions given by (5), (8) and 
(12) respectively, and after a little reduction, we obtain 


P 


F 


{AIZ){y,y,)i 



1* 


(14) 


t It may be noted that ft in our work denotes the mean molecular weight per free 
electron and not the weight averaged over all the partiolee, i.e. free eleotrone and ions. 
We ahall apeidc of /t defined by ( 10) as the electron molecular weight. 
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where A stands for 

A - {IS) 

In the above expression and y, are factors of the order unity. Their exact 
values are uncertain, but as a rough approximation, we shall replace them 
by unity.t Then we have 



where /ig = AjZ. This relation predicts the degree of ionization in cold 
matter in terms of its density. If we eliminate p between equations (12) 
and (16) we shall obtain a relation between p and the pressure p. Thus we 
see that the ionization in cold matter depends only on the density or pressure^ 
and for this reason it is called pressure-ionizalion. 

Let /)* denote the density when the material is singly ionized (p^A), 
then (10) gives 



and we can write (16) itself in the form 



In the application of the theory which we shall take up in the last section, 
equation (18) in certain oases has some advantage over equation (16). 
The assumptions that we have made to enable us to estimate T and IT in an 
elementary way, though they do not interfere with the underlying prin- 
ciples of the theory, yet render equations (16) and (18) valid only as rough 
approximations. In the case, therefore, where p* can be estunated from 
other considerations (for example in the case of the alkali metals we might 
take it to be the density of the normal metal), we can substitute this value of 
p* in (18); then, presumably, this equation will give better results than a 
direct application of (16). This point is also brought out in the next section, 
where we compare the results obtained in this paper with those worked out 
previously from a somewhat different point of view. 

t If we Ignore the variation of y,, y, with density, then as p must equal A/Z for 
p 00, it follows from ( 14) that lyiyg) = 1. 
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2. In previoiu papers (Kothari and Majumdar 1931, 19366) we have 
disonsaed the theory of pressure-ionization on the crude picture that for 
material which is on an average r times ionized, the (average) volume avail- 
able per atomic nucleus is less than the volume of r times ionized atom and 
more than the volume of (r -1- 1 ) times ionized atom, that is 


■ Number of 1 

Volume of ‘ 

nuclei per x 

(r— 1) times 

.unitvolumej 

ionized atom. 



■ Number of ■ 


Volume of 1 

> 

nuclei per 
.unit volume. 

X 

r times 
.ionized atomj 


(19) 


Under such conditions the material wiU be on an average r times ionized, 
for all atomic levels which the outer r electrons can occupy, because of the 
closeness of packing, have been obliterated. Following Miss Swirles (1933) 
we can express condition ( 1 9) in terms of the successive ionization potentials. 
Let the outermost electron of the r times ionized atom describe a non- 
penetrating orbit under an effective nuclear charge then the ionization 
potential which we shall denote by is given by 




and the radius of the orbit will be approximately — = .where 


Ojj is the radius of the first Bohr orbit for hydrogen j aj, = 




The 


volume of the r times ionized atom can be roughly taken to be that of a 
sphere of radius a^JZ^, and hence, after a little reduction, condition (19) 
is transformed into the following form- 
The material will be on an average r times ionized {ft = Afr), provided the 
density p lies between the limits 


where 




1 1 fi* 

” 2*7r(e^H)*'” 


( 20 ) 

(21) 


pf has a simple meaning. It follows from the above relation that for the 
material to be singly ionized the density should not be less than pf . If the 
density is less than pf the material will be on an average lees than singly 
ionized, and if it exceeds p*{^tl^i)* it will be more than singly ionized. 
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We shall now proceed to numerical work and consider the following two 
oases: 

(а) The material is assumed to be Iron (A = 05*84, Z - 26). 

(б) The material is assumed to be Hydrogen (^ = 1 , Z = 1 ). 

We first take the case of iron. The successive ionization potentials have 
been calculated by Hartree from his method of self-consistent field. Fig. 1 



Log,. for curve U. 

P* 

Fio 1 The figure rofem to Iron (A = 06 84; Z=2fi). The ordinntes represent ft, the 

P 

electron molecular weight, and the abeeima represent log for curves A and B, and 

Pi 


to single ionization, as explamed in the text. 


exhibits the results of our calculation. The inequality (20) shows that for 
a given degree of ionization, that is for a given fi, the density lies between 
certain (fairly narrow) limits which in the figure are indicated by the curves 
A and B. The ordinates denote ft and the abscissa log^op/pf . The portion 
of curves to the extreme right corresponds to complete ionization of the 
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material to bare nuclei and free electrons. As we move towards the left we 
meet a bend in the curve A at K‘, which corresponds to the beginning of the 
formation of the iC -shell. At K* the if -shell is complete, and at L^, the 
formation of the L-shell begins and is completed at L*. The formation of the 
if -shell commences at M^. The further run of the curves is indefinite, as the 
ionisation potentials from to are not known individually, but only 
their average value (80 V); and for this average value the values of 
logp/pf for the two curves are indicated by two arrows in the figure. 

We now turn to the expression for pressure-ionization obtained in 
Section 1. The curve C in the figure represents p plotted against logi^p/p*. 
as given by equation (18). The discontinuities corresponding to the K, L, 
if -shells present in the shaded curve AB (the shaded region between the 
curves A and B will be referred to for brevity as the shaded curve AB) are 
smoothed out, as is to be expected, in the curve C (which is based on a 
statistical distribution of the electrons). It will he noticed that leaving 
aside the region of low ionization the run of the two curves is fairly alike. 
For low ionization the divergence between them is large; for a given fi the 
shaded curve AB gives a larger density than curve C. 

The density p* corresponding to single ionization in the case of the curve 
C is found from (17) to be 60-9 g./cm.’, whereas in the ease of the shaded 
curve p'f the (minimum) density for single ionization is found from (21) to 
be 63-6 g./cm ^ However, for single ionization the density should not be 
much different from the density of the normal metal (7*86 g./cm.® for iron), 
and the fact that both p* and pf (though agreeing among them8elves)t are 
far removed from this value must serve as a reminder of the rather severe 
nature of the approximations that occur in the present form of the theory^ . 
It appears, therefore, that in astrophysical applications of the theory of 
Section 1 we shall get results in better accord with observation if we take p* 
m equation (18) to be equal to the density of the normal metal rather than 
its theoretical value as given by (17). This will be found to be the case in 
the next section. 

f Comparing (17) and (21) we find that 

p* Z 1 

where ( = 13-S3 V) ig the ionization jiotentia] for H atom. 

t It may be permissible to remark that this comparison between the density of the 
normal metal anil p* (or pf ) is rather unfair to the theory, as the assumptions made in 
estimating IF, etc. render it particularly inaccurate m the region of low ionization 
(see also Fomberg 1935 ). 
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We now take up the case of preasore-ionuation in hydrogen. In this ease 
equation ( 16 ) teduoes to 

The following table represents the numerical results obtained from the 
above equation. The first column denotes the percentage ionization (100//(), 
the second the value of ji, and the third and the fourth columns the corre- 
sponding values of density and pressure respectively. 


Tablb I 


Percentage 
loniseation 
(100//.) /. 

0 00 

20 500 

40 2 50 

60 1-67 

80 1>2S 

100 100 


lleiMity Pleasure 

g./cm.’ dyne/cm.* 

0 043 0 

0063 6- 14x 10* 

0-000 3-89 X 10‘" 

0- 23 3-63 X 10“ 

1- 44 1-26 X 10'* 

00 00 


The degree of ionization increases with increasing density or pressure. 

The relation (20), however, which as already remarked is based on a very 
crude picture of the phenomena, requires complete ionization for densities 
above pf » 2-68 g./om.*, and no ionization for smaller densities. Equation 
(22) shows that for densities greater than p^, the ionization will exceed 
84 %, and thus the result following from the crude picture is in reasonably 
good accord with this equation. 

In this connexion it is interesting to note than in a recent paper Wigner 
and Huntington (1935)— following the lines of the theory of metals given 
by Wigner and Seitz — ^have shown the possibility of the existence of metallic 
hydrogen under pressures of the order of 10* atmospheres. (According to 
Table I, hydrogen under a pressure of lO** atmospheres will be about 60 % 
ionized.) These high pressures are beyond the present laboratory technique, 
but are of the order that occur in the interior of planets. 

In the following section we shall give a brief discussion of the astrophysioal 
applications of the theory. 

3 . The first astrophysical application of quantum statistics was made by 
Fowler (1926) in a fundamental paper on the white dwarf stars — stars 
characterized by a comparatively low luminosity, a high effective tempera- 
ture and abnormally large mean density of the order of 10* g./cm.* This was 
followed by the work of many investigators, and amongst them Milne’s 
contributions (1932) have been of far-reaching significance and wide appli- 
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oatdon. It is now well established that the essential features of the internal 
constitution of the white dwarf stars can be accounted for by considering 
their interiors to be composed of add matter. 

Let us consider a spherical aggregate of add matter of mass M in equi- 
librium under its own gravitational forces. Then, its radius R is given by 
the usual relation (neglecting the eflect of relativistic mechanics which is 
justified so long as the mass M is not larger than that of the 8un)t 

= 2-79xl0»om., (24) 

where o>| is a constant (2* 1 210), characteristic of Emdcn’s solution of 
Ehuden’s equation of index 3/2, 0 is the gravitational constant and Q is 
the mass of the sun. 

The relation (23) involves ./t, The question arises: “What value of [i is 
to be taken in the above formula. Does it depend on M or is it independent 
of it* ” To answer that question we have to bring in the theory of pressure 
ionization discussed in the preceding sections. 

In add matter the degree of ionization is determined essentially by the 
density or pressure, and if as a first approximation we replace the density 
p in equation (16) by the mean density of the configuration, we have 


I -MM 

2ln*00* 


St 

'\3MI4nR»l J 

Eliminating p between (23) and (26) we obtain 




k 

fo\* 

[Mf 

/Tjl 

foy 

[mJ 


vVi-iuoy 


(26) 


(26) 


where for J we have substituted from (17) its i alue in terras of p*. 

t The formula is quoted from Hilne'a paper (iqiz), with the slight change m 
notation in that his /i is our /irng and his iiT is our Kfp . 
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Equation (26) ia fundamental for our purpose, and it leads to several 
interesting consequences. It shows that as the mass M increases from eero 
upwards, the radius B at first increases, attains a maximum value, and 
then decreases approaching sero for M -^co. If E max denotes the maximum 
value for the ra^us, and Iff, the corr^ponding mass, then differentiating 
(26) with respect to Jf we immediately find 


P 

f iZA)t 

1 /30)‘ 1 

(27) 

1* /47rd\* 

o' ^lao/ 



(28) 


We shall now proceed to numerical work. Some assumption has to be 
made regarding the chemical composition of the material. We shall make 
here the following alternative assumptions. 

(1) The material is assumed to be iron This will be referred to as assump- 
tion F. 

(2) The material is assumed to be hydrogen. This will be referred to as 
assumption H. 

Under assumption F two further alternatives are possible. As already 
remarked in the foregoing section we can substitute in (26) for p*, the 
density corresponding to single ionization, either its theoretical value as 
given by (17), or identify it with the density of the ordinary (terrestrial) 
metal (for iron = 7'86 g./cm.*). ITie first alternative will be referred to as 
assumption F (o), and the second as assumption P (h) 

Fig. 2 exhibits the results of our calculations. The various curves represent 
the theoretical m6ws-radius relation on the different assumptions. The 
upiier curve (HH) corresponds to the case of hydrogen (assumption H). 
The middle curve Fj,F and the lower curve F^F refer to the case of iron, 
the former when p* is identified with the density of the metal (assumption 
F {b)) and the latter whenp* is given its theoretical value (assumption F (o)). 
For a given value of M, the (if, R) curve fixes B, and using this value of B 
in equation (26) we obtain the value of p. for the given if. In this way a 
ladder of p valves has been put down on each (if, R) curve. An inspection 
of the figure shows that the ionization increases with increasing mass, and 
for if compeurable to the solar mass the ionization has become (almost) 
complete. 

There is a point with regard to these curves that most be mentioned at 
the very outset. The equation (23) and so also (26) which is based on it, as 
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already remarked, do not take aooount of the eifect of relativistic mechanics.^ 
The eflFect of relativistic mechanics is negligible for small masses, but be- 
comes appreciable for M comparable to the solar meuss, and for larger masses 



Fiu. 2. Tho CurveH show the theowtioal (elation between tnanH'Jlf and radiUM H 
( 0 =:nia 8 H of the Sun). The curve HH and ite modification HHj, duo to the effect of 
relativity are for hydrogen. Tho carves F„F and F^F, and their modihod forms 
F])F„ and F^F^, are for iron — the suffix A stands for the assumption F (a) and B 


for the assumption F ( 6 ). 
Mu = Moon. 

J = Jupiter. 

E^ = 0 , Endani li. 

My = Mercury 

S = Saturn. 

s Sirius H. 

V = Venus. 

U = Uranus. 

K* = A.C. 70“ 8247. 

£ = Earth. 

N = Neptune. 

V„ = Van Moonen’s 

M =:Mars 

P = Pluto. 



For Kw (the smallest white dwarf observed) the mass is not known. Its radius as 
estimated by Kuiper ( 1935 ) lies between the two honzontal Imes mdioated in the figure. 

the non-relativistic equation (26) breaks down altogether. It has been 
mentioned above that for If ^ O the theory of pressure ionization predicts 
the ionization to be complete and hence, as it happens, for a mass for which 

t In deriving (23), the “equation of state” used is (12), which holds only so long as 
the ofTeot of relativistic meohames is noghgiblo. It may be mentioned, however, that 
according to the ideas of Eddington (Rdatinty theory of protons and electrons, 1030, 
S 13-2) this is not so. He holds that (12) is the correct equation m the non-relativistic 
as well as the relativistic case, and thus according to him (23) and (26) will apply m the 
relativistic region also. 
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the relatiyietio effect has to be taken into account n equals Chandra- 
sekhar (1935) has worited out in detail, taking account of the relativistio 
effect, the properties (radius, central density, etc.) of the equilibrium 
configuration of any mass M composed of cM matter, and Table III of his 
paper gives the relation between M and R. 

In the region if > Q the non-relativistio equation (26) does not apply 
and we can use Chandrasekhar's table to plot a curve between M and iJ, 
in his table being put equal to /q, in accordance with the theory of pressure- 
ionization. These curves are shown dotted in the figure. Each dotted curve 
merges in the corresponding non-relativutio curve in the region of M com- 
parable to and smaller than O. “ the relativistic effect is then negligible. 
The complete mass-radius relation base<l on the theory of pressure-ioniza- 
tion and taking into account the effect of relativistic mechanics is shown 
by the three curves HHr, and F^^Fr on assumption H, assumption 
F (6), and assumption F (o) respectively. 

We are now in a position to compare the theoretical results with the 
observed (if, R) values for bodies composed of coW matter. 

It has been usual to regard the white dwarf stars as composed of cold 
matter.f We shall make here the assumption that the planets (Kintain a 
core of cold matter, the size of the core being not much different from the 
planetary radius. A priori there is nothing against our assumption, and at 
any rate it is worth while to examine its consequences. If, as turns out to 
be the case, the theoretical results are in reasonable agreement with the 
observed (if, jB) values for planets, then our assumption that the planetary 
interior is composed of degenerate matter will be placed on almost the same 
footing as the corresponding assumption for the white dwarf stars. { 

The observed (if, R) valuesf for the planets and the white dwarf stars 
are all shown in fig. 2, and it is indeed interesting to find that the observed 
values fall in between the extreme theoretical curves and F^Fr for 

By examining m detail the ease of a model white dwarf (Kothan 1933) it has been 
shown that the thickness of the outer non-degenerate envelope isverysi^l compared 
to the radius of the degenerate core. 

X And after all the planets form no uncongenial company with the white dwarfs. 
In the case of the Earth at any rate the work of Oldham, Outtenberg and others 
has shown tliat the interior is a core of molten iron (with possibly a dash of mokel), 
and therefore is degenerate matter which differs only in the degree of ionization 
from degenerate matter in the interior of the white dwarfs. The planets, in fine, 
may be regarded as “black dwarfs" — a term ongmally due to Fowler for a white 
dwarf star of zero luminosity. 

f In the case of the Sun and the planets the {M, B) values are taken from H. N. 
Russell, The Solar SyHom and do Or%g%n (1936), p. 10, and for the white dwar& from 
Kuiper (1934, 1935). 
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hydrogen and iron respectively. It will be noticed that, compared to the 
curves and the middle curve corresponding to assumption F (6) 
for iron approxunates more closely in the region of terrestrial planets 
to the run of the curve representing the observed {M, R) values, but the 
significant fact is that the “observed curve” always lies between the 
extreme theoretical ourves.t The following table gives the values of the 
maximum radius and the corresponding mass Jlfg as estimated from the 
“observed curve”. The theoretical values given by (28) are also given for 
comparison. The agreement is reasonably satisfactory. 

Kmut (cm.) Afo/0 

From ‘‘observed ourve” 8x 10* 1'6 x 10'* 

Tlieoretical: Assumption H 12-6x 10* 141x10-* 

Assumption F(a) 2-77 x 10* 2-79 x 10 • 

Assumption F (6) 1 96 x 10» 7-92 x 10-* 

It will be observed that the (known) white dwarfs have all masses much 
larger than (the mass corresponding to maximum radius), whereas the 
planets are all smaller than That the observed white dwarfs are all much 
more massive than seems easy to understand, for any white dwarf much 
smaller than the observed onra would cool too rapidly and would be too 
faint to be observationally accessible. But there appears to be no immediate 
explanation of the signifioant fact that all {knovm) planets are smaller than 
Mq, In the case of the white dwarf stars, as they happen to be much larger 
than Alff, the theory of pressure-ionization predicts (see fig. 2) that the 
material composing them will be (almost) fully ionized. 

Another point of interest may be noted. 

It will be noticed in the figure that the observed ( Jf , R) values for the 
two heaviest planets Jupiter and Saturn lie much closer to the Hydrogen 
ourve than to the Iron curves, whereas the terrestrial planets (Mercury, 
Venus, Earth, Mars) he nearer to the Iron curves than to the Hydrogen 
ourve. We are thus led to infer that the interior of the outer planets Jupiter 
and Saturn are in all probability composed of metallic hydrogen, whereas 
the terrestrial planets possess much denser metaUic cores. 

The main results which have been obtained from the application of the 
theory of pressure-ionization may be summarized as follows: 

(i) The theory predicts that the stellar material in the interior of the 
white dwarf stars should be fully ionized. 

f By “observed ourve” we mean a smooth ourve passing through (or as near as 
possible to) the observed (M, R) values. This ourve is not drawn m the figure, but 
its general run is evident. 
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(ii) It predicts the existence of a maximum radius for a cold body. The 
value of this maximum radius is about the ssune as the radius of the planet 
Jupiter. There cannot be a “cold" body {planet or white dwarf) larger in size 
than Jupiter. 

(iii) The theory shows that the two heaviest planets (Jupiter and 
Saturn) have cores composed of metallic hydrogen. The terrestrial planets 
have cotes of much heavier meted, possibly iron. 

It is a pleasure to thank Professor M. N. Saha for his interest throughout 
this work. Thanks are also due to Dr R. C. Majumdar and Mr B. N. Singh 
for friendly discussions. 
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The influence of wall oscillations, wall rotation, and 
entry eddies, on the breakdown of laminar flow in 
an annular pipe 

By a. Paob, A.R.C-So. 

(Communicated by 0 . I. Taylor, F.R S — Received 16 December 1937 ) 
Introduction 

1. The problem of the breakdown of laminar flow has been much 
studied, both mathematically and experimentally. The mathematical 
method of approach is concerned with the pre<liction of the history of the 
deviant motion arising from an assumed initial disturbance, superimposed 
on a selected t3rpe of laminar motion and satisfymg the equations of 
viscous fluid flow and the appropriate boundary conditions. A motion is 
considered to be stable if the deviant motion tends ultimately to vanish, 
and neutral or unstable if it persists or increases. In general, the dis- 
turbance assumed is small and of a form for which the deviant motion 
can be expressed in terms of linear differential equations, and these 
restrictions curtail the choice of problem amenable to mathematical 
treatment.* 

A review of classical mathematical mvestigations on the stability of fluid 
motion has recently been published by Southwell and Chitty (1930). Of 
these investigations that made by Taylor ( 1 923 ) for flow in the annular space 
between two coaxial rotating cylinders, gives an illustration of a successful 
prediction of instability, experimentally verifled. More recent mathe- 
matical investigations are those on the stability of flow between parallel 
plsuies made by Prandtl (1921, 1931), Tietjens (1925), Tollmien (1929) and 
Schlichting (1932, 1933a, 6, 1935). These investigations define the mathe- 
matical conditions under which the deviant motion grows, and give 
characteristic numbers, defining the wave-length and frequency detrimental 
to the maintenance of the laminar state: but these numbers do not 
necessarily indicate the onset of turbulence. A view commonly held is 
that breakdown of laminar flow is connected with adverse pressure 
gradients associated with velocity fluctuations, the magnitude of these 
gradients depending on the amplitude and frequency of the velocity 

* The problem of large disturbcuioes appears to be, in oertam oiroumstanoes, ■ 
within the scope of mathematioal treatment (Fraser 1937). 
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fluctuations, and increasing with either (Dryden 1931, p. 559; Taylor 
1936, p. 308). Further, it has been suggested that it is the amplitude, 
rather than the frequency, of velocity disturbances which is primatily 
responsible for the breakdown of laminar flow and the onset of turbulence ; 
and this suggestion has received some support from experiments made 
by Nikuradse (1933). 

2. The present work deals with experiments'* undertaken to obtain 
information on the breakdown of laminar flow. They deal with the effects 
of disturbances of known character on a particular type of laminar flow, 
namely, that for water flowing through a long pipe of annular cross-section. 
The disturbances considered are those due to axial oscillations of the inner 
wall of a pipe ; those due to oscillations of the inner wall about its axis ; and 
those from discrete eddies introduced into the pipe at its mouth. The first 
are laminar velocity disturbances unaccompanied by pressure changes ; the 
second are laminar velocity disturbances accompanied by centrifugal 
pressure gradients; and the third consist of both velocity and pressure 
disturbances. The work also includes experiments on the breakdown of the 
axial flow of water in the annular space between two coaxial cylinders, 
when the outer cylinder is fixed and inner cylinder rotates at a constant 
angular velocity : and the visual observation of the breakdown of flow near 
a surface oscillating in a stationary fluid. Finally, theoretical relations for 
viscous flow at a surface oscillating in a stationary fluid, and for viscous 
axial flow in an annular pipe, when the inner wall has an axial oscillation 
and the outer wedl is fixed, are derived. 

I. Watbb systems ; measubkhbitt ok pbbssueb dbop 

1 . The experiments were made for water flowing through vertical pipes 
of annular cross-section. Each pipe was formed by a smooth brass rod 
(diameter 2b) mounted coaxially with a smooth brass tube (diameter 2a). 
A faired entry having a length 3 in. and a mouth diameter 4 in. was fitted 
to the end of the outer tube. Particulars of the pipes used are given in 
Table I. 

2 . The Reynolds number of transition from laminar to turbulent flow 
in a smooth pipe depends, in the absence of imposed disturbances, on the 
nature of the disturbances in the supply chamber and on those created at 
the entry. An endeavour was made to obtain steady conditions of flow in 

* The experiments were made in the Aerodynamics Department of the National 
Physical Laboratory, and permission to communicate the results was kindly given 
by the Aeronautical Research Committee. 
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the entries of the pipes. Steadiness of entry flow cannot be easily and 
precisely measured ; and to make sure that the conclusions drawn were not 
influenced by the conditions of entry flow, results for different entry 
systems were obtained. 


Tabl9 I 

m ■= J(o - 6) = hydraulic mean depth 

Visooua flow 


Pipe m. 

I 0-500flk 

n 0SO06| 

III 0-5006» 

IV 0-6006* 


b m 

in. m 

0-4067 0-0476 

0-4370 0-0314 

0-4096 0-0466 

0-4370 0-0318 


Qvp X 10* mP /**»*\ 
"a«p ■ ) 

3-23 6 06 

0- 07 6-09 

2-88 6 00 

1- 01 6-09 


3. Entry ayatem A (fig. 1) This system has a circular inlet tank, divided 
by three coaxial walls into four compartments — o, c, e, /. Water is supplied 
from a large tank (4x2x2 ft.), connected to the mains, to compartment a, 
and flows through a ring of holes b, into a stead 3 nng compartment c, a 
second ring of holes d, into the circular compartment e, and then through 
a horizontal wire gauze partition (extending from the circular wall of the 
circular compartment e, to the periphery of the mouth of the inlet) into 
the pipe inlet. The water-level in the inlet chamber is fixed by the height 
of the inner wall of the overflow chamber /. 

Entry ayatem B (fig. 2) Water from the 4 x 2 x 2 ft. tank is supplied to 
an annular chamber, a, fitting on the lip of the faired entry (watertight 
joint). The water flows continuously through an annular opening in the 
bottom of this chamber, and then through two wire gauze partitions into 
the pipe inlet An overflow in the supply tank maintains a constant head 
in the system. 

Entry ayatem C (flg. 3). The pipe inlet is enclosed in a short circular 
chamber (diameter 6} in.) leading from an overhead supply tank 2 x 1 x 1 ft. 
The water in the tank was allowed to stand some time before opening the 
exit stopcock of the system. The head controlling the flow is maintained 
constant by a hand device, designed to allow the water-level at the exit 
to fall with the water-level in the supply tank. 


4. The tube forming the outer wall of a pipe was fixed at its exit end to 
the lid of a circular exhaust tank (fig. 1). The central rod forming the inne^ 
wall extended through a watertight gland on the bottom of the tank. The 




Fia. 1. Entry system A. 





Fio. 2. Entry ayatem B. 


Pio. 3. Entry ayatem C. 


agreement, and the moan value obtained when they were connected 
together was taken. The ptMsure drop — dpjdx, denoted by P, was measured, 
at low speeds, on Chattook water-carbon tetrachloride gauges (cup centres 
13 and 20 in.), and, at high speeds, on a Chattook water-mercury gauge 
(cup centres 13 in.). The mean velocity of flow u was determined from the 
volume discharge per second, denoted by Q, obtained frdm the time taken 
to fill a tank of known volume. 
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0. Values of mPUpu^ measured at the test section N^N^ of pipes 111 
and IV are plotted against wn/v in fig. 4. The symbols p and v denote the 
density and kinematic viscosity respectively of the water, and the symbol 
m the hydraulic mean depth, ^{a—b). With entry systems A and B the 
experimental results for both pipes lie closely on the theoretical curve up 
to a value of ufn/i'=>O0O (approx.): and with entry system C the results 
fall closely on the theoretical curve up to um/v^ 1470, the value reached 
with the maximum pressure head available. 

6. The distances of the upstream end of the test length from the 
entries of the pipes 111 and IV were 736 and 1056 m. respectively, and the 
fact that the results for these two pipes, with the same entry conditions, 
are in agreement, show that statistically uniform conditions of flow are 
established at the test length. Further, measurements of pressure gradient 
upstream of the test length were made for pipes I and II over the lengths 
N^N^, and N^N^ (see fig. 1). For each pipe, the values of the non- 
dimensional coefflcient lOOOQvp{a*P for the three lengths were in close 
agreement over the entire range of um/v up to the critical value. Statistically 
uniform conditions of flow existed therefore beyond the section in each 
of the four pipes. 


II. ExPKRIUKITTS on THB BBKAKDOWN of LAXnXAB FLOW IK AK 
ANNULAR PIFB WHBN THE INNER WALL OSCILLATES AXIALLY 
AND THE OUTER WALL IS FIXED 

1. To ensure that the disturbances imposed on the water flowing 
through the pipe arose entirely firom the oscillations of the central rod 
forming the irmer wall, and not from extraneous vibrations of the water 
system, the rod bearings were carried on a stiff framework, erected on a 
heavy steel slab (flg. 1 ). The central rod projected at its upper end through 
the water-level of the upper tank and at its lower end through the bottom 
of the discharge tank. Two oscillatory systems, a, b, were used. Each 
oscillatory system was self-contained and dynamically balanced, the 
connexion to the central rod being a self-aligning coupling stiff in the 
axial direction only. Each system gave a true simple harmonic motion 
to the rod. The amplitudes of oscillation. A, were 0-125, 0-26, 0-50 and 
0-64 in. 

2. The experiments were made for pipe 1 with entry system A. The 
pressure gradient down the test length ^ 4 ^'| was measured at constant 
values of vm/v, and constant values of the amplitude of the central rod, as 
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the frequency/ was changed over andde range. The values ofum/v selected 
were below the critical value (about 850) with the central rod fixed. Valuee 
of e, the ratio of the value of the non-dimensional coeificient Qvpja*P 
with the rod oscillating to the value (at the same value of um/v) with the 
rod fixed were calculated, and a departure of the value of e from imity 
was taken to be an indication that the flow bad departed from the laminar 
type fiome of the experiments were made with the central rod surrounded 
by a fixed circular tube (internal diameter 1 in.) which cut through the 
water surface to a depth of about 0*6 in., to eliminate wave formation on 
the free surface. The results obtained with the guard tube in place were 
the same as those obtained without the tube. 

3. Reavits. The results obtained are given in figs. 5-7, where values of 
6 are plotted against / for constant values of A and um/v. Each value of e 
shown is the mean of several repeat values. The departure of e from unity 
as / increases is very gradual. For each amplitude, the departure or 
critical value of /, denoted by /<,, is independent, within the accuracy of 
prediction, of the value of itwi/i'. The results for a ==0-5 and 0-64 in. have 
been plotted together in fig. 7, because the method of prediction is not 
sufficiently sensitive to allow a distinction to be made between the values 
of /(, for these two amplitudes. 

4. Values of /, obtained from figs. 5-7 are given in Table II. A Reynolds 
number of the velocity disturbance due to the oscillation of the inner wall 
is given by 2nfA\jv, where 27r/i4 is the velocity amplitude of the wall, and 
A is the length 2n ^(vlnf) (see § VII) Values of A^/w, where Ap is the value 
of A when /=/;, and of 2nfcAK„lv are included in Table II. It is seen that 
the value of the critical Reynolds number 2nf^AA^Iv does not change 
appreciably over the range of A covered. 

Tabub II 

Pipe I. wi™ 0-0476 in. 

(Critical value of um/v with central rod fixed* 860.) 


A 


i-xlO* 



Range of Om/i' 

m. 

/. 

ft.t/aeo. 

Ajm 

2nf^A,fv 

covered 

012fi 

100 

13-6 (April) 

0-78 

276 

234 to 600 

02S 

2-7 

11 6 (June) 

1-86 

228 

210 to 682 

0-87 /O 60 
\0-64 

00 

12-8 (May) 

3-37 

281 

380 to 868 
310 to 080 


6. The character of a disturbance from an oscillatory wall of a pipe is 
illustrated by the velocity curves of fig. 8. These curves, calculated from 




Fiq. 5. Pipe I. Oacitlatory system (a). Amplitnde=0 12fi m. 
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the relation 6 of §VlI,foT the conditions um/v=>200, A>b 0*12 in.,/»l9>l 
and v-> ll-9x 10~*ft.*/Beo., give the velocity distributions at suooeesive 
intervals of one-eighth the periodic time, T. The dots on the curves mark 
the positions of points of inflexion The value of 2nfA\lv for these curves, 
282, is very close to the measured critical value. Curves for values of 
infAAjv below the critical also have points of inflexion, so that the presence 
of points of inflexion does not constitute a criterion of breakdown of the 
laminar flow. 


III. Expkbimknts on ths brbakdown or laminar plow in an 

ANNULAR PIPK WHEN THK INNER WALL OSCILLATES ABOUT 
ITS AXIS AND THE OUTKR WALI. IS FIXED 

1. A few experiments were made with pipe I to determine the influence 
of oscillations of the inner wall about its axis on the breakdown of laminar 
flow. Two oscillatory systems, I and II, were used. System I oscillated 
the central rod through a short radial arm coupled to an oscillatory lever. 
The system was not dynamically balanced, but it ran smoothly, without 
noticeable vibration of the water system, at frequencies below 26/seo,, 
provided the angular amphtude of the rod, did not exceed 16®. With 
system II an oscillatory motion was given to the central rod by means of 
an endless reciprocating wire driving a horizontal pulley fitted to the top 


Table III 

Pipe I (»t = 0-0476 m.: 6 = 0-4067 in ) 


Angular 

amplitude r x 10* 
6° ft.'/soc. 
8-»* 15 2 

8 9* 16-2 

14-7* 15-2 

58 0t 13 2 

680t 13-2 

1490t 13-2 


/ Um/v 

n-4 76 

0 8 412 

21-5 158 

21-8 477 

12-2 191 

12 4 568 

1-26 240 

2 05 240 

3 00 240 

1-46 715 

2 60 715 

1 05 240 

1- 75 240 

2- 20 240 

♦ System I. 


e infAk/v 

0-998 101 

0 998 04 

0- 007 130 

0 996 140 

1- 002 174 

1-002 175 

0- 099 276 

1- 001 363 

1-000 427 

1-000 296 

1 000 396 

Q-999 555 

1 000 716 

1 012 804 

t System II. 


Romorka 
No effect 

No effect 
No effect 
No effect 

No effect 


Instability T 
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of the rod. The system ran smoothly at amplitudes below 160°, and at 
firequenoies below 3/seo. Neither system gave a true simple harmonic 
motion. 

The experimental values of 6, f, and e, and the calculated values of 
27tfA\lp, where A^nb6°/160 and A = 27r(»'/jr/)*, are given in Table III. 

2. The value of g is umty over the ranges of 6 and / covered. These 
ranges were too limited to allow critical values of 2iijA\(v to be reached, 
but the results suffice to indicate that the flow remains laminar at values 
of 2irfA\lv above the critical values measured with the rod oscillating 
axially. It is likely that the criterion for breakdown depends on the value 
of um/i' (see § IV). 


IV. The BBBAKnowN of laminar flow in an annular pipe when the 

INNER WALL ROTATES ITNIFORMIiY, AND THE OUTER WALL IS FIXED 

1. The problem of the stability of the flow of a viscous fluid in the 
annular space between two infinitely long coaxial cylinders rotating 
uniformly, with no axial flow, has been solved mathematically, and 
experimentally verified, by Taylor (1923). When the outer cylinder is fixed 
and (a-b)lb is small, the relation for the angular velocity of the inner 
cylinder Wg at which a critical disturbance, which neither increases nor 
decreases with time, occurs is 

n*v»(a+h) ^ 

2(^(a-b)»b» ~ 


where /? = 0-067lj^l -0-662|^jJ + 0-00066|^l -0>862|?y^jJ \ 


This relation* can be recast into the form 


2<agbm/a + 6 \-* _ n* 

2. The present experiments were made to determine the breakdown 
criterion for water flowing through pipe I (entry system A) under the 
influence of a pressure gradient parallel to the axis, when the outer waU 
is fixed, and the inner wall rotates with a uniform speed. Values of e, the 
ratio of the value of Qvpja^P measured at the teat length N^N^ when the 
rod rotates at a uniform speed (a> rad./seo.) to the value when the rod is 
fixed (same value of umjv) are plotted in fig. 9, against 2t,)bm/v. For each 
♦ /? is F in Taylor’s paper. 
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constant value of umlv the value of e (means of several repeat values) lie 
smoothly on a curve ; and the values of 2uibmlv at which the curves depart 
from the line are taken to be the critical values at which depar- 
tures of flow from the laminar type occur. Values of jv, 

calculated from the critical values of 2a)6m/v, are plotted against umlv in 
fig. 10. The value of \ jv increases, at first slowly and 




then more rapidly, with an increase in um/v. 

For pipe I, /? is 0*0491 and Taylor’s theoretical value of 

for um/v-iO is 22*3. This value is plotted in fig. 10 and lies on the curve 
drawn through the experimental values. 


3. Recently, Gk)ldatein (1937) has investigated the stability of flow 
under the influence of a pressure gradient parallel to the axis, with 
{larticular reference to the case in which the outer cylinder is stationary 
and the inner cylinder rotates uniformly. 

Goldstein’s numerical solutions ate for the case when (a-h)/b is small 
and they cover a low range of um/v from 0 to 12*92. The values* of 

jv increase from 20*6 at itm/v = 0 to 22*3 at umlv^l-lR, 
and then fall, at first slowly, to 21*7 at um/v^ 10*34 and then rapidly to 
13*8 at ttm/v= 12*92. The predicted increase of ji 


V with 


umjv is consistent with the experimental indication, but not the rapid fall 
near tim/v= 12*92. 

Cornish (1933) has determined, from observations of pressure drop, 
breakdown criteria for water, when the outer cylinder is fixed and the 
inner cylinder rotates uniformly. It can be shown that the curve passing 


through values of 2Wg6m 


mi 


V calculated from Cornish’s results 


for the case to»0*00918 in. and 6/»i-i429 lies well above the curve 
obtained from the present experiments, and on extrapolation gives a value 

of 2Wo6m|^^j jv for umfv » 0 which is roughly twice the theoretical 

value obtained by Taylor. Dr Goldstein has suggested that the pheno- 
menon he considwed was different from that observed by Cornish ; and the 
present experiments support this view. Further, the fact that the present 


* These values have been oaloulated from values of E, given in Goldstein’s paper. 
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experimental values of Jv and Taylor’s theoretical value 

for um/v=>0 he on a smooth curve indicates that the present method of 
observation is reliable. 


V. Visual examination of the flow neab a subfack oscillating 

IN A STATIONABV VISCOUS FLUID 

1. The aim of these experiments is to obtain some information on the 
nature of the breakdown of laminar flow near on oscillating surface . and 
for simplicity, the case of a surface oscillating in a stationary viscous fluid 
is taken. 

At first, observation was made fur a | in. flat smooth rectangular brass 
plate, 16 X 4 in. (chamfered edges) oscillating in the direction of its length 
on the floor of a water tank, 24 x 6 in., the depth of immersion of the plate 
below the glass lid being about 1 in. The amplitude of the oscillation was 
i in , and since at the frequencies of observation the disturbance was 
largely confined to a thin surface layer, it was thought that a clue to the 
changes of flow which occur as the frequency passes through the critical 
value might be given by changes of the surface pattern assumed when tine 
particles, initially in suspension, deiKwited themselves on the oscillating 
plate Indeed, tine particles of plaster of Paris arranged themselves in 
parallel bands normal to the direction of oscillation at frequencies below 
the critical value predicted from the pipe experiments of § II, and in the 
neighbourhood of the critical frequency this pattern changed mto a 
rectangular one, with bands in and normal to the direction of oscillation. 
This signiflcant change was however nut convincing for the cause of the 
parallel-band formation below the critical frequency was not discovered. 
It was suspected that this formation was a spurious manifestation 
associated, in some way, with the particles themselves or with an inter- 
ference flow arising from the free edges of the plate, and this suspicion 
was proved to be well founded, for heavy particles of silica sand gave the 
parallel-band formation at frequencies well above the critical frequency 

2. Observation of the flows of water and of water-glycerme mixtures in 
the annular space between two coaxial cylinders when the inner wall had 
an angular oscillation (outer wall fixed) was then made. The oscillating 
surface was here continuous in the direction of oscillation, and by the use 
of minute particles suspended in the fluid to reveal the motion, interference 
flows of the kind suspected to be present in the flat-plate experiments 


Voi apxv A 
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were avoided. Fluctuating centrifugal preseuieB were however introduced 
by the oscillation. 



A general arrangement of the apparatus is shown in fig. 11. Both the 
inner and outer cylinders (as3>2]8in., b=2'4S8ui ) were turned from 
stout gnnmetal castings, and the entire apparatus was rigidly constructed 
to eliminate vibration. 
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Observation was made normal to the oscillating wall, whose peripheral 
amplitude was 2 in. , and the flow was revealed by minute particles of photo- 
graphic white ink, illuminated by a bright beam of light. The beam was 
oblique to minimize convection currents. An image of the field, obtained 
outside the chamber by an anastigmat lens (focal length 2 in.) was viewed 
through a microscope, under a magnification of 80 to 1. A fine platinum 
wire mounted in the focal plane of the eyepiece, and rotatable about the 
axis of the microscope, was used as a reference line. 

3. It was hoped that the advent of the breakdown would be indicated 
by a marked change in the inclination of the paths traced out by the 
illuminated particles at the middle of a swing , but observation showed that 
the inclinations of the paths to the direction of oscillation were, in general, 
too small for accurate measurement. Changes in flow pattern were 
however clearly revealed at the ends of a swing, for then the illuminated 
particles appeared as a cluster of slow-moving bright points of light, which 
swung upwards, downwards or sideways. Systematic records of these 
motions were taken over a wide field, for 2zr/AA/v = 234, 122, 88 and 60. 
The records for the first two cases are given m Table IV. The motions are 
specified by the scheme given at the head of the table. Occasionally, a flow 
changed whilst under observation, and for such flows the letters for the 
views seen are given 

4. The flows at 2nfAXIv = 234 and 1 22 (Table IV) were three-dimensional. 
Fairly well-defined regions of up flow and of down flow, separated by nodal 
regions, existed within the fluid, and their existence suggests the presence 
of ring vortices of the type observed by Taylor {1923) in the breakdown 
flow between two coaxial rotating cylinders. At 27r/dA/»' = 88 (/= 0-046, 
v*»79x 10~* ft.*/8ec.) the fluid (water-glycerine mixture) appeared to be 
circulating as a whole, with a down flow at the oscillating wall and an 
up flow at the fixed wall. At the lowest Reynolds number of observation, 
27r/dA/i' = 60 (/= 0-046, v=246x 10~* ft.*/eeG.) the flow approximated very 
closely to the two-dimensional type, for although some up and down 
motions were observed (end of swing) they were very weak, and the paths 
of the particles at the middle of a swing mo ved in the direction of oscillation . 

The breakdown is characterized, then, by a three-dimensional flow, 
within which nodal regions separating up and down motions exist, fmd it 
is not improbable that these motions arise from the presence of ring 
vortices. The observations are not sufficiently precise to allow a reliable 
prediction of the value of 2nfAAIv at which the breakdown occurs. 
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Table IV 


z ileaotea the normal dwtance of the observation pomt from the oscillating surface. 
y denotes the vertical distance from the median horizontal plane (+ve direction 
upwards). 

L denotes left-hand end of swing 
Ji nght-hand end. 

U up flow: D down flow. 

N no deviation from diroetion of swing (node). 

SulBz 1 denotes relatively weak motion. 

X = 2ir^(vlnf) 

2m = 0'76 m. = width of annular gap between the cylinders. 


(1) Water v= 11 16 X 10‘* ft */««•. 

/= 0 046 . A = 0 67 in. = 1 76 in. , 2nfA A/k = 234 
2/A=0 076 0 160 0 226 0-300 


y/A L K 

a U U 

-0 20 N N 

-0-42 D D 

-0 02 ill 

-0 83 iV N 


L R L 

U U V 

N N N 

1) D UiNl\ 
ODD 
N S UyN 


R L R 

V V U 

ROD 
UiND^ U U 

D D D 

UiNDi U U 


(2) Wator-glyoenno mixture »'=4I 3 x 10-* ft ‘/neo. 

/=0 046; A=1 28in =33m ; 2nfAX/v=:l22. 

*/A = 0 04 0 08 0 12 0 16 0 20 0-24 


y/A L R L 

0-32 N iV Ui 

0 23 jy D N 

0-14 D n N 

-t-0 06 /), DtN U 

-0-05 D D,N D 

-0-14 N N N 

-0-23 ODD 
-0-32 D N I) 

-0 42 1) N D 

-061 D N D 

-0 60 V N U 

-0-69 N N N 

-07H N N N 

-0-87 N N N 


R L R L 

U, U U U 

N U U U 

N U V U 

N U Ut U 

D^N N D^N V 

N N N U 

D n^N 1) N 

D N N N 

Z), D N N 

JV i), ZV JV 

N N N N 

N I\ N D 

D I> n D 

N D D D 


R L R L H 
U U V V U 
U U U V U 
U U U V U 
U U U V U 
D NV^ 1) UiN D 
N V N U D 
D X\ U N 
N D N D U 
N N N U U 
N U N U U 
N N N D 
D D D D D 
D D D n D 
D D N D U 


VI. The ekfkct of eddy disturbances on the breakdown 

OF LAMINAR FLOW IN AN ANNULAR PIPE 

1 . Obaervations by SchilleT (1930, 1934), Naumann (1931, 1935), 
Kurweg (1933) and Nikuradse (1933) show that the eddies responsible for 
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the onset of turbulence in pipes and channels arise from the rolling up of 
surfaces of discontinuity at the entry walls. At a low Reynolds number, 
the flow at the entry of a pipe is undisturbed and rectilinear. With an 
increase of Reynolds number undulations of flow appear. At first, these 
undulations tend to die down withm the pipe, but eventually surfaces of 
discontinuity are formed at the entry walls, followed by a final stage in 
which these surfaces roll up periodically into discrete eddies, which persist 
beyond the entry. Below a critical Reynolds number, the energy of the 
entry eddies is dissipated in the pipe, but above this number, disturbances 
arising from these eddies persist, and the flow becomes turbulent every- 
where 

2. The rates at which vorticity wore generated at the entries of the 
pipes and channels used in the above experiments were roughly the same. 
Systematic variations, over wide ranges, of the rate at which vorticity is 
generated, and of the frequency, size and strength of the entry eddies, can 
bo obtained by grids of sharp-edged radial plates mounted in the entry 
normal to the inflowing stream. Further, a grid form of obstruction allows 
a stream of discrete eddies of known character to be fetl mto a pipe at 
Reynolds numbers well lielow the critical number of the pipe without the 
grid. The oflect of both weak and intense disturbances of this character 
on the breakdown of laminar flow, well beyond the entry, forms the subject 
of these expenmeuts. 

3 When a grid produces intense disturbances, the influence of a well- 
designed entry system on these disturbances can be taken to be negligible ; 
but when the grid disturbances are themselves weak, the influence of the 
entry system cannot bo ignored. Anomalies associated with entry flow 
can be detected by comparison of results obtained for different entry 
systems, and for this reason two entry systems, B and (1 (§ I), were used. 
Pipe III was used, the cntical value of umjt> with entry system B being 
about 920, whilst that for system C was above 1470, the highest value 
of tost. 

4. Measurements of the pressure drop were made at the test length 
N^N^ of pipe III for ten gnds. Each grid was mounted m the junction 
plane of the faired entry aqd the pipe, and presented an obstruction in the 
form of a number of uniformly spaced teeth extending across the width of 
the pipe. The teeth edges were sharpened by chamfering the undersurface. 
Details of the grid shapes are given in Table V. 

6. The total quantity of vorticity ( -f- ve or - ve) shed in unit time from 
the sharp edges of the teeth is mnuf , where u, is the velocity in the vortex 
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sheet shed from each edge, n is the number of teeth, and 2 m is the length 
of a tooth. If the flow in the test length is laminar, the quantity of laminar 
vorticity ( + ve or -ve) passing a cross-section m unit time can be taken 
as 7r(a + b) (l-6tt*)/2. The ratio of the quantity of vorticity shed at a grid 

to this quftntity of laminar vorticity is f. 1 2 ^^ ' + b) (^) * 

becomes 0-014n(tt,/tt)* for pipe III. Rough values of 0 014n {uju)* for the 
ten grids, deduced frY)m wind-tunnel experiments on grids, are given in 
Table V. 

Table V 


Obstruction grids in pipe III. 
Length of teeth = 2m = 0*091 in. 


and 

No. of 
tooth 

Moan width^ 
of teeth, w * 
(in.) 

Uap/t4> 

0*014n(u,/fi)> 

Value of 
mafv whon 
wa/v = 60 

a* 

20 

000 

0*57 

38 

26 

b* 

10 

0*18 

0*57 

1*9 

13 

e* 

S 

0*26 

123 

0*6 

9 

d* 

4 

0*23 

2 05 

0*25 

10 

6* 

2 

0 20 

« 1 

0 06 

11 

/t 

2 

0 08 

17*0 

0 06 

29 

9* 

2 

0*08 

170 

0*06 

29 

hi 

2 

004 

36 0 

0 06 

67 


2 

0 02 

70*0 

006 

114 


2 

001 

1420 

006 

227 


• 

Entry system B. 

t Entry system C. 



The teeth of the grids used in the present experiments can be regarded 
as small plates normal to the inflowing stream. Experiments on flat plates 
(Fage and Johansen 1927 ), circular cylinders (Strouhal 1878 ; Richardson 
1923 ; Relf and Simmons 1924 , Fage 1934 ), and circular discs (Stanton and 
Marshall 1930 ) suggest that eddies will begin to be shed from the teeth at 
a Reynolds number uw/v about 50, and at a frequency/, given roughly by 
the relation w//u = 0*15. The number, spacing, length, and width of the 
teeth, influence these numbers, but they should have the right order of 
magnitude. When u«)/v = 60, the pipe Reynolds number um/v is SOtnJw. 
Values of bOmjw for the ten grids, given in Table V, show that the grids 
begin to shed eddies at values of «m/v ranging from about 9 (grid c) to 
about 227 (grid j). 


6 . Fig. 12 shows the values of TnPj^pu* measured at the test length N^N^ 
of the pipe with the four grids (a, c, /, and h) lie close together over the 
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whole range of umjv covered.* The same statistically uniform conditions 
of flow exist therefore in the test length, in spite of the fact that con- 
siderably different amounts of vorticity are shed into the pipe from the 
entry grids, the vorticity shed from grid a being about 60 times greater 
than that shed from grid A. The eddies also differ both in size and frequency ; 
those from grid a having diameters about 2-3 tunes greater and frequencies 
2-3 times smaller than those from grid h, on the assumption that the eddy 
diameter is proportional to the tooth width The values of mPjlpu* depart 
early, at um/v^^OO, from the theoretical curve for laminar flow. Below 
this value of um/p the pipe walls damp out the entry disturbances; whilst 
above this value the walls impose the same pattern on the flow at the test 
length irrespective of the strength of the entry disturbances. The lower 
ontioal Re3molds number of the pipe can therefore be taken as 600. 

The results for grids t and j (entry system C) dejiart later, and less 
definitely, from the theoretical curve than those for grids o-A For grid j, 
the departure occurs at about The value of uwjv is then 165, 

and it is probable that at this small value eddies can just be generated, 
and that they are shed spasmoflioally Also, the eddies are small in 
diameter (about 0-01 in.). It would appear, therefore, that the early 
breakdown of laminar flow associated with intense eddy disturbances 
can be caused by very weak entry disturbances, provided they are m the 
form of discrete eddies. 

7. This conclusion was supported by experiments made to measure the 
effect of obstructions in the fonn of sharp-edge annular ridges, projecting 
outwards from the central rod of the pipe. The widths of the ridges were 
0-0256, 0-0155 and 0-0065 in. (0-56, 0-34 and 0-12 m.). The first two ridges 
caused a departure from laminar flow (pipe III, test length entry 
systems A and C) at ww/i' = 600 (approx.). The values of the Reynolds 
number uwjv were then 336 and 204, and it is not unlikely that streams 
of discrete rmg eddies were shed into the pipe. The results for the narrowest 
ridge (width 0-12 ra.) lay on the laminar curve up to m»»/i/ = 976, the 
highest value of tost The value of uw/v was then 117, and at this low 
value it is probable that eddies were not shed. 

8. Schiller (1932) has suggested that wall roughness has no effect on 
laminar flow when hu^/v, where h is the height of the excrescences and 

is the velocity in the undisturbed flow at a distance h from the wall, is less 
than the critical number for the formation of an unsteady wake behind 

* Gnds 6, d, e and g mve same results. Values of mPUpa* for a sharp-edged entry 
to the pipe (no grid) are moluded in 6g. 12. 
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an obstacle having the shape of the roughness oxoresoenoes. The present 
experiments show that isolated excrescences for which cause, 

when placed in the mouth of a pipe, a departure from laminar flow at a 
value of the Reynolds number umjv lower than tliat for the departure 
without the excrescences There is, however, a lower limit of um/v below 
which the flow remains laminar, no matter how large the entry excrescences. 
Distribution of excrescences of the same kmd over the entire surface of the 
pipe would cause the critical Reynolds number {umlv) to fall below the 
lower limit for a smooth pipe, provided, as suggested by Schiller, hu),/v 
were greater than R^. 


VII. Thborbtioal relations for visroas flitid flow in an annular 
PIPE, and between two infinite parallel plane wai.ls, when one 

WAIJ:, OSCULLATKa AXIALLY AND THE OUTER WALL IS FIXED 

I Annular p%pe. The equation for viscous fluid flow through a pipe of 
annular cross-Beotion is 

Jdhi 1 0«\ Id'u 

where u is the velocity in the direction of the axis OX of the pipe, r is the 
radial distance of a point in the cross-section of the pipe, and - dp/dx is 
the pressure gradient down the pipe. 

2. For fixed walls the solution (fjamb) of equation ( I ) is 


rl 


where P represents - dpidx 

3. OtUer uiall, r—a, fixed’ inner wall, r=h, oacxUating in the axtal 
direction. Let the motion of the inner wall be given by u = Ato sintiif. The 
solution of equation (1) can be wntten m the form 


u = u^,^ + B^tjt + C vmoA, 


where is the solution for =0 and B and C are functions of r On 
substitution in equation (1), we have 



r 3rJ 




L p3a:J L 
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This relation u eatiefied when 


r_i3p"l ^ r_i^p“| 

L pSiJ L P0*J^-o’ 


(3a) 


(36) 


A solution of equations (3a) in terms of real and imaginary Bessel 
functions is 


B==-Ey ber|'^ j‘ r + bei|")* r - F, ker|")*r + i\ kei(")*r 


where the values of A\, J5,. F^, ij are fixed by the boundary conditions 
= 0 when r = a, and B^Au), when r = 6. 

Relation (36) shows that the pressure gradient is nut affected by the 
oscillation of the inner wall. 


4. When 


(“--1 

\o+6j 


is small, as in the experiments of § 2, an approximate 


relation for the velocity distribution across a pipe, when the inner wall 
oscillates axially and the outer wall is fixed, is given by the relation for 
viscous flow between two parallel plane walls, when one wall oscillates, and 
the other wall is fixed. 


5. Plane ivaUs. The equation for viscous flow between two parallel 
infinite plane walls is 


du _ dH _ 1 
U ^dz* pdx’ 


(4) 


where the origin is taken in one of the walls, and the axis OZ is perpen- 
dicular to tliem. For fixed walls, the solution is 


6. Wall at z^O fixed: waU at z=2m oaciUating in the direction OX. Let 
the motion of the wall z»2m be given by u = A(o^ttJt. The solution of 
equation (4) can be written in the form sinw^ + Ci co8w<, 



627 


Breakdown of laminar flow in an annular pipe 

where u^_|, ie the solution when A^^O, and By and Cy are functions of z. 
The substitution of this relation for u in equation (4) gives 



This equation is satisfied when 




0 , 


(6o) 


3*^ 


--By^O. 


(Sb) 


and 


L L 


(5c) 


The boundary conditions are Bi=A(o and C’i = 0 at the wall z»2w, and 
/Ij =» f/j =« 0 at the wall z = 0. The solution of equations (6o), (66) gives 
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7. When 7ryj(vjnf) <in, therelationu =£2 8in((rf + 6\ooac)ifor the velocity 
disturbanoe can be recast with good accuracy (except near the fixed wall) 

into the simple form tt = 27r//l exp[-2j«!/A] 008^^-271/^1, where A is 

the wave length of the disturbanoe, given by 2n yj(vlnfl, and z is now taken 
to be the distance from the oscillating wall. 



628 A. Fage 

8. In conclusion, the writer wishes to acknowledge his great indebtedness 
to Mr W. S. Walker, who assisted in the carrying out of the experiments 
described in the paper. 


SUMHABY 

1. Scope of work. Experiments have been made to determine the effects 
of disturbances of known character on the laminar flow of water in a long 
pipe of annular cross-section. The disturbances considered are those due 
to axial oscillations of the inner wall of the pipe, to oscillations of the 
inner wall about its axis, and to both weak and intense entry eddies. 
Experiments on the breakdown due to a uniform rotation of the inner wall 
(outer wall fixed) have also been made. 

The breakdown of flow near a plane surface oscillating in a stationary 
fluid has been observed. 

Theoretical relations fur the flow of a viscous fluid through an annular 
pipe, under the influence of a pressure gradient parallel to the axis, with 
the mner wall oscillating axially and the outer wall fixed have been 
obtained. 

2. Condueions. The frequency of the axial oscillation of the inner wall 
when a departure from laminar flow occurs depends on the axial amplitude 
of the wall and the viscosity of the fluid, and is independent, withm the 
accuracy of measurement, of the velocity of axial flow. The Reynolds 
number of dwturbance, defined os the product of the velocity amplitude 
at the wall and a length 27r ‘fip/nf) (whore / = frequency) divided by the 
viscosity, at which a departure from laminar flow occurs does not change 
appreciably over a wide range of amplitude. 

The results with the inner wall of the pipe oscillating about its axis 
suggest that the flow remains laminar up to the critical Reynolds number 
of disturbance measured with the inner wall oscillating axially. 

Visual observation suggests the presence of rotating bands of fluid with 
their axes parallel to the direction of oscillation at the breakdown. 

When the inner wall rotates at a uniform speed (outer wall stationary), 
the critical rotational speed increases with the axial speed of flow, and the 
critical number for no axial flow, predicted by extrapolation of the curve 
drawn through the numbers measured with axial flow, is in close agreement 
with Taylor’s theoretical number 

It IB shown that the early breakdown of laminar flow associated with 
intense entry disturbances can be caused by very weak entry disturbances, 
provided they are in the form of discrete eddies. 
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Uranium Z and the problem of nuclear isomerism 
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1. Intbodootion 

It ia well known that the idea of the posaible isotopic complexity of the 
elements arose first as the result of investigations into the chemical 
behaviour of substances produced one from another in the course of 
successive radioactive transformations. Soon after this idea of isotopy had 
been generally accepted, Soddy (1917, 1919) suggested a further basis of 
classification which he believed might also bo required in certain oases. 
According to this suggestion, nuclei which were indistinguishable in 
resjiect of charge and mass might still exhibit distinct radioactive pro- 
lierties, or might differ in “any new property concerned with the nucleus 
of the atom rather than its external shell”. He proposed in effect to 
classify distinct isotopic species as isobario or heterobaric, depending upon 
whether the same or different mass numbers had to be assigned to them 
In particular he suggested that the disintegrations of the branch products 
thorium C' and thorium C", which certainly result in isobario species of 
the same atomic number, might in fact give rise to isotopes which were 
radioactively distinct. This suggestion was tested experimentally by 
S. Meyer (1918), but was not substantiated. Nevertheless, three years 
later, uranium Z was discovered by Hahn (1921) — and its chemical and 
radioactive properties interpreted by him as evidence for nuclear isomerism , 
in this case with uramum Subsequent work by Hahn (1923), Guy and 
Russell (1923) and Walling (1931) confirmed this interpretation. Uranium 
Z and uranium X, were certainly isotopic, and as both were produced, as 
it seemed directly, from uranium Xj, the most natural assumption to make 
was that they were also isobario. No further examples were found, however, 
and no attempt at a theoretical description of the phenomenon was mode 
for some time. Then, in 1934, Qamow put forward an explanation based 
upon the idea of an additional fundamental particle, the negative proton, 
and, from tlie experimental side, the discovery of artificial radioactivity 
o|)ened up entirely new possibilities of isotopy. Now, if v. Weizsllcker’s 
(1936) explanation of nuclear isomerism is generally preferred to Garaow’s, 
[ 630 ] 
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at least it appears certain that several instances of the phenomenon are 
open to experimental study (Szilard and Chalmers 1935; Bothe and 
Centner 1937; Meitner, Hahn and Strassmann 1937; Snell 1937). For that 
reason we have thought it important to begin such a study by a more 
detailed investigation than has hitherto been made of the radiations from 
uranium Z and the relations between this body and its neighbours in the 
series. The present paper describes the results of this investigation. So far 
as they have been taken they are distinctly favourable to v. Weizsileker’s 
hypothesis; they suggest, therefore, that a precise statement of the 
hypothesis should be made the basis of our discussion. 


2. V WbIZHACKKE’S HYPOTHKSIS: METASTABLE 8TATK8 OF NUCLEI 

The hypothesis of v. Weizs&ckor is an entirely natural extension of 
current views regarding the emission of quantum ra^liations by nuclei, 
applied specifically to the case of a nucleus in its first excited state. 
Clearly, from such a state of excitation, the only possible radiative transition 
is to the ground state of the nucleus — and theory indicates that the 
probability of this transition depends chielly upon the amount of energy 
involved and upon the change in nuclear spin quantum number as between 
the two states of the system, v. Woizs&oker pomted out that if this energy 
difference is small, and if the spin change is considerable, very small 
transition probabilities are to be expected.* He showed that, even when 
other modes of de-excitation, such as the “mechanical” intervention of 
an extranuclear electron, were taken mto account, the same result held 
good. Numerical values, given for Z (atomic number) = 27 and Z = 64, 
suggest that the effect should not vary much with nuclear charge. For a 
first excitation level at 5x 10* e-volts eneigy, for example, in each case 
(Z = 27 or 64) a spin difference of 6 quantum unitst was found necessary 
to ensure a y-ray transition probability less than 10 * sec. (half-value 
period greater than 20 hr.). It is interesting to remark that the same 
suggestion of metastable states of nuclei has been developed, on the basis 
of the liquid drop model, by Bethe (1937) with numerical conclusions very 
similar in almost every respect to those quoted above. On this model, 
however, the dependence of y-ray lifetime on nuclear charge number is, 

• The question of relatively long y-ray lifetimes was raised in a paper by one of 
the writers m 1929 (Feather 1929). 

t This 18 an upper limit, only. It was pointed out by llolir that a high degree of 
symmetry in the ground state of the nucleus would have the effect of reducing 
considerably the changes of spin which would be neoeesary. 
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if anything, even less pronounced than before, and the spin changes 
necessary to ensure a specified long lifetime are slightly smaller. Bethe 
also suggests, on a comparison of the theoretical ideas involved m each 
cane, that pairs of nuclear isomers should be about as frequent in nature 
as pairs of stable isobars having consecutive charge numbers.* 

The question of the first excited states of the heavy nuclei may be 
considered from the experimental point of view, also. Here Hulme, Mott, 
Oppenheimor and Taylor (1936) have already noted certain regularities 
In the level schemes proposed to account for the y-rays and the a-particle 
fine-structure groups from the radioactive elements they have recognized 
two typea, one characterized by a first excited state of quite high energy 
(Jfj > 6 X 10® e-volts), the other by a first excited state not far removed 
from the ground state of the nucleus. It is possible to extend their list 
of nuclei having level systems of the latter type (Table 1). 

Table I 

Nucleim KaC ThC RaE RaC" ThC" 

Z 83 83 83 81 81 

A 2U 212 210 210 208 

£i(e-kV) 32 0 238 47 2 62 40 0 

It will be observed that in all the above cases the nuclear charge number 
(Z) is odd and the nuclear mass number (A) even f The remaining heavy 
radioactive nuclei of this type are mesothorium 2 and the supjioBed isomeric 
pair uranium X,-uranium Z. Evidently if, following v Weizs&cker, we 
need to assume that the nucleus of this latter species (Z = 01, d = 234) has 
a first excited state very close to the ground state, we shall merely bo 
extending a regularity which is already clearly established. Indeed, there 
is good reason to suppose that this particular regularity will in fact be 
further exemplified when the radiations from mesothorium 1 have been 
successfully studied and information obtained regarding the possible states 

* Seven such paus of isobais are at present behoved to occur amongst stable 
nuclei (see Bambndge and Jordan 1936). 

t Nucioi for which both Z and A are even provide examples both of low- and 
high-eneigy first excited states (thus m the former category occur 184o-ky ; 

gjRdTh***, 38o-kV, ,,ThX*“, 86e-kV), but when Z is o<ld and A even the first 
excited state of the nucleus appears always to be low-lying. (The statement of 
Hulme, Mott, Oppenheimor and Taylor that radioactive nuclei of the latter class 
are those of odd moM number is clearly a mistake.) Amongst existing stable nuclei, 
it will bo remembered, this class is remarkable from another pomt of view — bemg 
represented by four species, only {H*, Li*, B** and N**). 
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of excitation of the product nucleus mesothorium 2 (Z ^ 69, A 228). In 
this case the sequence of disintegrations is as follows : 

Th ^ MsTh, 4. MsTh, 4 RdTh 4- ThX 

Let us consider the changes in nuclear spii\ quantum number required by 
existing data regarding these transformations. For the a-disintegrations 
there is no reason to postulate a change of spin (as between ground states) 
in either case — in spite of the occurrence of “fine-structure” in the a- 
radiation from radiothorium.* We assign, therefore, quantum numbers 0 
to the ground states both of MsThi and of RdTh. On this assumption the 
spin of the ground state of MsTh, is given from considerations of the 

fl 

/7-radiation emitted in the disintegration MsTh, -* RdTh. It will be seen 
by inspection of fig. 6 (to be discussed in greater detail in § 6) that to 
explain the partial yff-particle spectrum of highest energy in this radiation 
we must postulate a spin difference of 2 luuts (or even more) between the 
ground states of the initial and final nuclei {vuh %nfra). it is then necessary 

p 

to discuss the disintegration MsThi ^ MsTh, on the assumption of a spin 
difference of 2 units between ground states, also. Now up to the present 
no radiations have been observed in this case, the disintegration constant 
(3'3 X 10~* sec “*) being known only from the rate of growth of radio- 
thorium in initially purified thorium We shall examine, in turn, the 
assumptions, first that the transformation to which this disintegration 
constant refers (assuming for simplicity that only one mode of disintegration 
need be considered) is a "once-forbidden” transition — and then that it is 
“allowed”. On the former assumption, that is assuming transition to the 
ground state, we conclude (from fig. 6) that the disintegration energy is 
about 2-9 X 10* e-volts on the latter (transition to some other state) the 
corresponding energy is less in the ratio 1-10. The more fact that the 
particle radiation has not been detected (presumably on account of its 
small energy) is thus strongly suggestive that the latter supposition is 
correct. But this is seen to imply that the ^-particle disintegration of 
mesothorium 1 results generally in an excited mesothorium 2 nucleus. 
The additional fact that no strong y-radiation has been observed is then 
evidence for the small excitation energy of this state, or for its long 

* Calculation shows that the partial disintegration constants for the low- and high- 
energy components of this radiation differ by a greater amount than corresponds 
to the energy difference between them. It is to be supposed, therefore, that the 
change of spm quantum number occurs between the ground state of radiothorium 
and the first excited state of the subsequent product, thorium X. 
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lifetime,* or both. Even if it were supposed that transitions to the ground 
state and to the first excited state of mesothorium 2 were equally probable 
we should still obtain an energy separation of the two states no greater 
than 2*3 x 10* e-volts on the basis of fig. 6 (partial disintegration energies 
2*6 X 10* e-volts and 2-0 x 10* e-volts, respectively). Empirically, therefore, 
there appears to bo the strongest evidence for low energy excited states 
in all heavy radioactive nuclei for which Z is odd and A even, and, 
consequently a good case for the assumption of such a state as a basis of 
explanation of isomerism in the nucleus uranium Xf-uronium Z. Certain 
consequences of an explanation on this basis may now be discussed. 

The important consequences of the hypothesis of metastable states were 
indicated in the original papers of v. Weizs&cker (1936) and Bethe (1937) ‘ 
they are concerned ohiefiy with the energy balance m the disintegrations. 
Here we may consider them, formally, as follows. Let Af,, A^ be two 
isomeric nuclei, A^ representing the higher (metastable) state, of small 
positive energy e. Let it be supposed that the same type of disintegration 
occurs with each isomerf and let B be the common product nucleus. Let 
Bq, Bi, ... denote the ground state and successive excited states of this 
nucleus. Then, because of the difference in spin between A^ and Ai, it is 
unlikely that the transitions A^ ->■ H,, A^ -*■ Bq represent in each case the 
most probable mode. Bather, it is much more probable that in one case 
transition to one of the (lower) excited states of B is favoured by the 
selection rules — or it may be that the radiative transition -> is also 
important. If this is so, then part, at least, of the radiation from A^ must 
be of the same quality as that from Aq (and the particle radiation firom 
a fresh preparation of A^ is not likely to decay strictly according to the 
simple exponential law) ; even if it is not, more than one possibility still 
remains As most probable disintegration modes we may have 

(a)/lo->B„, A, ->B„ 
or (6) Aq~B„ A^ -^Bq, 

and in either case if r (or «) = 1, and if the first excited state of B is a very 
low-lying state (excitation energy e'), again differences of disintegration 

* That 18, a hfotirno not smaller by many orders of magmtude than 6*13 hr., 
the half-value penod of mesothorium 2 for /^-transformation — though oortam 
exponments of Widdowson and Russell (1925) make it already unhkoly that such 
a y-ray lifetime could, m fact, be greater than 3 min. 

I Certain oxpenmontal evidence (Pool, Cork and Thornton 1937) mdicates that 
this IB not always tho casn -but it does not appear that any fundamental difficulty 
IB mtroduoed if different types of dismtegration (e.g. electron and positron emission) 
have to be taken into account. 
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particle energy will not be large {| e-e' ] or e+e'). Moreover, if jBj is very 
low-lying, it is likely that it will also bo metaatable: as v. Weizs&cker 
pointed out we may expect sometimes to find two parallel disintegration 
series of which corresponding members constitute isomeric pairs. If (or, 
alternatively, JB,) is not a low-lying state (energy excess given by then 
according to either possibility, (a) or (b), there will be considerable 
differences between the radiations from Aq and Ai- If E represents the 
disinte^ation energy for the transition A^ -*■ Bg, the alternative most 
probable modes are as follows : 

(o) from Ag, particles of energy E, no y-rays; 

from Ai, particles of energy E+e-y^, y-rays of total quantum 
energy y,; 

(6) from Aq, particles of energy E-y,, y-rays of total quantum 
energy y,. 

from Ai, particles of energy E+e; no y-rays. 

It will be noticed that, when y-rays are mentioned, the expression “total 
quantum energy” is employed This is to draw attention to the fact that, 
since the radiative transition B^ , Bo will generally be “forbidden” on 
account of the large difference of spin likely to exist between these two 
states,* the emission of at least two quanta in succession is the most 
probable de-excitation process. 

We may sum up the conclusions of this section, then, by the statement 
that the radiations from two isomeric radioelements may either be similar 
or quite dissimilar, according to the energies and angular momenta of the 
possible excited states of the product nucleus. In this connexion some of 
the simplert of the many possibilities have been treated in more detail. 

3. Expkrimkntal stuuy of the radutionh from uranium Z 

Up to the present the only important investigation into the radiations 
from uranium Z has been that of Walling (1932). Two strong sources 
(uranium Z corresponding to about 10 kg uranium element) were prepared 
having very little radioactive contamination (ionization due to the 
/9-particles of uranium X initiaily only 0-2 and 6‘0% of the total) and 

* The initial difference in nuclear spin, as between A, and A^, cannot bo expected 
to be greatly reduced by the two “moat probable” (nimilar) particle disintegratioiw 
which are being considered. 

t Thun we have supposed, throughout, that transition to the ground state, 
was the most probable mode of {lartiole disintegration with one isomer or the other. 
This need not necessarily be the cose. 


33-a 
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the absorption of the ^-particles up to 0-66 g./om.* of aluminium and of 
the y-rays up to 12-5 g /cm.* of lead was studied by means of a gold-leaf 
electroscope. It was concluded, in agreement with the earliest observations 
of Hahn (1921 ), that the /9-radiation was complex, that is that it could not 
be described in terms of a single exponential absorption coefficient, and 
that the y-radiation could be so described (by means of a mass absorption 
coefficient of 0*097 cm */g- ui lead). It was suggested that resolution of the 
/9-radiation into two components for which (/(/p)ai = 34 and 19*6 ‘om.*/g. 
might be a satisfactory interpretation of the results — ^if, with an uncovered 
source, the soft component contributed about four times as much ionization 
as the harder Beyond 0*33 g./cm.* absorber thickness (of aluminium) no 
appreciable /9-particle effect was recorded No estimate of the intensity 
of the y-radiation (in quanta per disintegration) was made. 

Our experiments were carried out with the uranium Z obtained from 
about 2 kg. uranium element, absorption measurements with a tube 
counter (see Feather 1938) being made with eleven sources prepared by 
the method of Guy and Russell (1923).* In preparing ten of these sources 
potassium tantalate equivalent to 20 mg tantahc oxide was used for the 
precipitation ; fur the eleventh the equivalent of 200 mg. of oxide was 
employed. In each case the final precipitate was obtained on a filter paper 
1*8 cm. in diameter. Two fusions with potassium hydrogen sulphate 
usually reduced the uranium X contamination to about 2 % initially (i.e. 
initially aliout 2 % of the y9-particles emitted by the source were /9-particle8 
from uramum X,) particularly if a few milligrams of thorium sulphate was 
added to the melt to assist in this reduction.f After preparation each 
source was placed in a cavity in a small wotsien block of a standard 
design and covered with a thin foil of mica. Absorption measurements with 
aluminium were earned out up to a limiting thickness of 1*23 g./cm.* and 
with lead to a thickness of 9*7 g./cm.*. The absorption of the y-rays in 
a block of tungsten of 13*9 g./cm.* was also investigated For the purpose 
of correction for contamination a complete absorption curve for a source of 
uranium (X, -f- X,), with uranium Z in equilibrium, was separately deter- 
minedj — and half-value periods of 6*7 hr. (for uranium Z) and 24*6d. 
(fur uranium Xj) were assumed. In the case of each observation corrections 
were first made for the finite resolving time of the recording system and 

* Except that, m the onginsl separation of uranium X, iron was employed, instead 
of thoniim, as earner — and was precipitated as hydroxide. 

■f The smallest amount of contamination observed after two fusions with KHSO 4 
was 0*4%, approximately. 

I This curve (given logarithmically in fig 2, curve B) is also required, for purposes 
of comparison, m the final mterpretation of the results (p. M 6 ). 
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the natuial effect of the counter {see Feather 1938). Afterwards the 
uranium Z activity through each thickness of absorber was obtained by 
subtraction and, in the yJ-particle experiment, was then expressed in terms 
of the activity through a standard absorber of total thickness* 0*266 g,/om.*. 
Fig. 1 shows the relative activities obtained in this way for absorber 
thicknesses greater than 0-16g./cm.*; the complete absorption curve for 
all thicknesses being given (logarithmically) by curve fig. 2 (y?-partiole 
effect only). Fig. 3 gives the logarithmic curve for absorption of the y-rays 
in lead. Vertical lines, both in this figure and also in fig. 1, represent limits 



of probable error based upon the numbers of particles counted For 
comparison with the results of Walling certain deductions from the curves 
may be stated at once, leaving until later (§ 6) a more systematic discussion 
of all the data. Firstly, the /^-particle effect is appreciable at least up to 
0*5g./cm.* of aluminium, although it is certainly quite small beyond 
0*3 g./cm.*. Secondly, the crude mass absorption coefficient for the y-rays 

• Allowance having been made for the mica over tho eouroe and doeing tho 
counter and for the air included between source and counter. In the y-ray experiment 
activities were expressed m terms of the activity through 1-934 g./cm.' of lead, os 
standard. 





Uranium Z and ihe problem of nuckar isomerism 539 

in lead is 0 077 ± 0*006 oin.'/g-, which is considerably less than Walling’s 
value. The crude coefficient for absorption in tungsten, as calculated from 
the experiments with the single tungsten absorber assuming exponential 
absorption, is 0*073 ± 0*002 om.*/g* This is entirely consistent with the 
other result — and, since it will later be shown that those crude coefficients 
approximate fairly closely to the true values, it appears that the y-radiation 
from 'uranium Z, as well as the /^-radiation, is in fact somewhat more 
penetrating than was previously supposed 


4, Thb bbauchino batio 

Previous estimates of the branching ratio — that is, the ratio of the 
probability that an atom of uranium Xj will disintegrate giving rise to an 
atom of uranium X* to the probability that the disintegration product 
will instead be an atom of uranium Z — ^have admittedly been very indirect. 
Being based upon ionization measurements with relatively weak sources 
they have been greatly complicated by the considerable difference in 
penetrating power as between the radiations which were being compared. 
Direct counting of particles is the only reliable method in such circum- 
stances. For that reason a separate experiment was carried out to determine 
the branching ratio directly in this way. Three problems were involved* 
to make sure that the chemical processes employed resulted in the 
quantitative separation of uramura Z, to correct for the “self-absorption” 
of the /^-particles in the material of the source and, for the comparative 
measurements, to prepare sources of uranium (Xj + X,) representing 
accurately known fractions of the total amount used. 

In respect of the first problem, since the precipitation of uranium Z with 
ten times the usual amount of tantalic acid (ct p. 636) did not result in 
the preparation of a source which was any stronger than usual (comparison 
was made using the y-radiation, in order to minimize differences due to 
self-absorption) it was concluded that the standard procedure (using 
20 mg. TajOj) was quantitatively effective. 

The standard procedure was, however, modified slightly in order to 
reduce and make definite the self-absorption of the ^-particles of uranium 
Z in the material of the source. For the main experiments described in the 
last section the active material had always been prepared as a dried 
precipitate on a small filter paper, now the final precipitate and filter paper 
were ignited (with the addition of a few drops of strong nitric acid) and 
the residue finely powdered and spread uniformly on a circle of smooth 
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white paper inserted in the cavity of a wooden source holder in the usual 
way. The superficial density of this deposit was very closely 10 mg./cm.*. 
Fig. 4 gives the results of absorption measurements upon two such sources 
using thin aluminium foils. With sufficient accuracy a single mass absorption 
coefficient of 24*7 cm.*/g< may be used in describing the results.* If this 
coefficient also applies to absorption in the material of the source, caloula* 



mg/cin* 

Thickness 'of absorber 


Fro. 4 

tion showsf that a correction factor of M3 is required to take count of 
self-absorption. Also, inspection of the figure indicates that a factor of 
1*38 is necessary to correct for absorption in the standard thickness of 
12*8 mg./cm.* of mica and air through which the comparison measurements 

* The initial slope of curve A, fig. 2, corresponds to (/(/p)^l=35'0, the mean 
slope over the first 0*000 g./cm.' absorption to 30*2 om.*/g. Those values are both 
greater than* that deduced from fig. 4 because the latter includes the y-ray effect 
which has been subtracted in fig. 3. 

t For a uniform deposit of active material of thickness d the correction factor 
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were made.* Thus a factor of M3 x 1*38, or 1*56, was applied to the direct 
determinations of activity through the standard absorber. 

The preparation of sources of uranium (Xi + X,) for comparison measure- 
ments was carried out after division of the original uranium X,-iTon 
solution into two fractions, A and B, in the ratio 1:19. The larger fraction 
(£) was put aside for subsequent separations of uranium Z, the smaller 
was made up to 250 c.c. and used 1 c.c. at a time. At any time such a 
sample (1 c.c ) contained, therefore, 1/4750 of the uranium which 
remained in the larger fraction. To any such sample about ^ mg. thorium 
(as nitrate) and 6 mg. iron (as chloride) were added and a precipitate 
obtained with ammonia. This precipitate was dried and its activity 
measured in the usual way. The uranium Z was separated from the larger 
fraction, by the method alreiwiy described, at a time when it had grown 
completely to its equilibrium amount. Corrected to this time of separation 
(and also for absorption, using the data given above) relative activities 
were found to be as follows : uranium X^ (from 1 c c. of A ) . uranium Z 
(from B) = 449 ; 3200. Thus the branching ratio is 449 x 4760 : 3200, or 
066 1. Taking count of statistical errors (not greater than 3%), of the 
possibility of chemical losses with such small amounts of material, and of 
any differential effects due to /^-particle reflexion (backwards scattering) 
in the material of the source support, we may write for this ratio 866 ± 66 • 1 , 
as a final figure An independent estimate based upon a comparison of the 
y-ray effects (see § 6) of the uranium Z and ^ of the uranium (Xj + X,) with 
which it was in equilibrium gave 580 ± 100 1 , in good agreement with the 
above. When these values are compared with the earher estimates (360 : 1) 
based upon ionization measurements, the difference is in the direction to 
be expected ; the softer radiations are given greater weight when ionization 
methods are employed. 

6, The kfekctive quantum bnkegy and the intensity 

OF THE y-BAY8 

A rough estimate of the intensity of the y-rays of uranium Z was obtained 
by comparing the activities of the source, as measured by the counter, 
first when just sufiBcient absorbing material was used so that the /9-particle 
effect was completely cut out and, secondly, when no absorber was 
employed (and correction was made for the self-absorption of the /J-particles 

* Through this thickness of matenol the /9-partioles of uranium X] do not con- 
tribute appreciably to the activity of a source of uranium (X^ + X,); for the /9-partioles 
of uranium a 4 % correction for absorption has to be applied. 
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in the material of the source) — and then determining the ratio of the 
corresponding activities, for another radioactive substance, con- 

oeming which some information regarding y-ray intensities was available.* 
Since the success of the comparison depends to a great extent upon the 
use of a standard substance which emits y-rays of roughly the same 
quantum energy as those of the element under investigation, mesothorium 2 
was chosen as standard, in spite of the fact that our knowledge of the 
intensities of the y-rays from mesothorium 2 is less complete than that 
concerning radium C or thorium C". 

First, in order to know more exactly the effective quantum energies of 
the radiations to be compared, the absorption coefficient for the y-rays 
from a preparation of mesothorium 2t was determined under the same 
conditions as obtained in the main experiment described in § 3. The activity 
of the source was measured through 0*983 g./cra.* of aluminium, to cut out 
the /?-particle effect, and then after the addition of 1*934 g./om.* of lead 
and 13-9 g./cm.* of tungsten, successively Assuming exponential absorp- 
tion, the following mass absorption coefficients were deduced: 

(/t/p)|.b = 0*003 ± 0'009 cm.*/g.; (/t/P)w = 0*061 ±0*001 cm.*/g. 

The first of these values is necessarily only rough, however, the more 
accurate result obtained with the thicker tungsten absorber may be taken 
to indicate a mass absorption coefficient of 0*066 cm.*/g. in lead. Now the 
accepted value for this coefficient for the strongly filtered radiation is 
0*067 om,*/g. (Bothe 1924) and the effective value, over the range of 
absorber thickness here employed, about 0*073 cm.*/g. Thus crude mass 
absorption coefficients of this order ate, with our arrangement, some 
0*008 cm.*/g. lessj than the true coefficients, and we obtain a true co- 
efficient of 0*087 ± 0*006 cm.*/g in load as best representing all the 
measurements on the y-rays of uranium Z described in § 3. Corresponding 
to this value the effective quantum energy is 0*70 ± 0*06 x 10* e-volts. This 
must be compared with the known quantum energies 1*66, 1*61, 0*97, 
0*916, 0*462 ... X 10* e-volts in the y-ray spectrum of mesothorium 2. 
Fig. 5 shows roughly how the efficiency of our counter system depends 

* This method has recently been used by Ellia and Henderson (1935) for the 
annihilation radiation of radiophosphorus (^) and by Devons and Neary (1937) 
for the y-raya of RaC". 

t This source was prepared from the material and by the method described by 
Feather (1938). 

t That is, the oorreotion for soattering baok mto the oounter is greater than the 
oorreotion for obliquity m passing through the absorber, tmder the relatively poor 
geomotnoal oonditions of the experiment. 
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upon the quantum energy of the radiation under investigation* On the 
arbitrary scale of this figure the activity to be expected, on the basis of 
0*2 quantum per disintegration of mean quantum energy 1*63 x 10* e-volts 
and 0-3 quantum per dismtegration of 0‘94 x 10* e-volts energy, is 0*277, 
per millicurie of mesothorium 2.t Similarly, for 1 quantum per disintegra- 
tion of uranium Z, of mean quantum energy 0*70 ± 0*06 x 10* e-volts, an 



• Thw curve, which refers only to the olixitrons liberated in the Compton scattering 
process, has been obtained by extending the osloulations of Richardson and Kune 
(1936) for the case of an “infinitely thick” scattering foil. With tlieee authors wo 
liave oonsidored just those electrons projected withm 10“ of the direction of mcidence 
of the scattered quantum — and we have made the reasonable assumption that, with 
our tlun-windowod counter, it is ohioHy the electrons so projected from the upper 
layers of the absorbmg foils which are counted when the direct /9-partiolo effect is 
cut off. That fig. ft is also fairly well representative of a large number of experiments 
with thm-wmdowed counters of different types is suggeetwl by the fact that, whereas 
Ellis and Henderson (1935) obtained 10; 1 for the ratio of the y-ray effects (per 
milhoune) of thorium C" and radiophosphorus, our ourvo gives 9 : 1 —on the 
assumption that only tho annihilation radiation is m question with P®*. 

■f This suggestion regarding tho spectral distribution of tho y-ray energy of 
mesothonuin 2 is baaed on tho assumption that about 80 % of the total energy given 
by the heating effect (Rutherford, Chadwick and Ellis 1930, p. 500) is emitted os 
quanta of the four highest quantum energioB given above. 
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activity of 0-21 ± 0’03 per millicurie is to be expected. The direct experi- 
mental result with our counter, by the method described at the beginning 
of this section, was 

For mesothorium 2: lyllf+y * 1 : 32-7 ± 1'8. 

For uranium Z : ^ ± 

Thus the number of quanta per disintegration of uranium Z is given by 
31’7 0*277 

— g X , or 1-60 ± 0-26, after estimation of the probable error.* Again 

we may sum up, by saying that the y-radiation from uranium Z has, with 
our arrangement, an effective quantum energy of about 0-70 x 10* e-volts 
and cm intensity quite definitely greater than one quantum per atom 
disintegrating. This is an important result which will be referred to again 
in the discussion. 


6 . D18CU88IOK 

With the experimental facta established, two main topics for discussion 
may be distinguished; they are concerned with the mode (or modes) of 
formation and with the modes of disintegration of the nucleus n^Z***. 
Wo shall begm, however, with a short statement of the present position 
regarding the “Sargent diagram”, since the discussion of each topic will 
involve this— and we have already required it (cf p. 633). 

As is well known, the empirical relation between disintegration constant 
and maximum ^-particle energy, first pointed out by Sargent (1933), was 
a relation between total disintegration constant and energy. However, we 
now know that alternative disintegration modes frequently occur, and 
partial disintegration constants and the corresponding disintegration 
energies should therefore be employed (cf. Gamow 1937, p 152). Fig. 6 is 
an attempt to construct a Sargent diagram using such data in a more 
systematic manner than has hitherto been done. The partial disintegration 
constant (in sec.-^) and the disintegration energy (in electron volts) corre- 
sponding to the most probable mode of disintegration for eochf of the 
;9-active bodies of the three series has been used, and an indication has 
been given, by means of the closed curvesj surrounding the points on the 

* Hieso limits of error do not take count of inaoouraeiee in the aeeumed relative 
intonutieH of the y-raye of mesothonum 2. 

X Except AoG and MsThi, for which no data arc available. 

t The open curves labelled (RaD) and (ThC") refer to the unobserved tranMtions 
to the ground states of the product nuclei in the two oases indicated. 
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figure, of the probable degree of uncertainty attaching to these data,* It 
will be seen that two smooth curves can be drawn reasonably well amongst 
the points.f These, according to current termmology, are the curves for 
“allowed” and “once forbidden” transitions — and we shall attribute 
nuclear spin changes of 0 or I and 2 quantum units, respectively, to these 
transitions (Gamow and Teller 1936). Points corresponding to less probable 
modes of disintegration are not included in fig. 6 because in general greater 
uncertainty attaches to them, usually, however, they lie effectively on, or 
sometimes between, the curves.^ 



* The uncertainty curves assuine different shapes in different cases, and do not 
he symmetrioalty around the “accepted" fioints, because of the fact that in the 
absence of further knowledge total disintegration constants have sometimes been 
used when alternative modes possibly occur, and because all mcasuromonta with 
weak sources -and absorption measurements in particular — are liable to lead to an 
underestimate of the maximum ^'partiolo energy. 

I Kxoept the pomt for AcB. However, some doubt concerning the /ff-particle 
energy still remains (Leooin 1936) 

} TTiis — and some of the more considerable of the disorepanciea mdioated on the 
figure — does suggest that the assumption of two distinct curves may be an over- 
simplifloation of the matter. 



546 


N. Feather and E. Bretscher 


Returning then to a consideration of the radiations from uranium Z, we 
have already noted (f 3) that at least 0*5 g./mn * of aluminium is required 
to absorb the /^-particles completely. We conclude (of. Feather 1930) that 
the maximum energy of the particles is not less than Mdx 10* e-volts. 
Coupling this value of the energy with the total disintegration constant 
(2-0 X 10~* seo.~^), a point is obtained which on 6g. 6 falls almost exactly 
midway between the curves. The suggestion is that if 1*16 x 10* e-volts is 
in fact the particle energy corresponding to any mode of disintegration of 
uranium Z, then certeunly it is not the most probable mode. Strong 
coniirmation of this general conclusion is afforded by a further consideration 
of the logarithmic /^-particle absorption curve of fig. 2. It is quite different 
in form firom those referring to the /9-partioles of uranium Xj (curve B) and 
radium E (curve O'), which were also determined. Moreover, since radium E 
undergoes a "once forbidden” transformation, whereas the disintegration 
of uranium X, is "allowed”, the results indicate that these differences 
cannot be due to differences in the type of disintegration involved. Clearly, 
the /^-radiation from uranium Z must be made up of at least two com- 
ponents witli widely different (maximum) energies. An attempt was 
therefore made to reconstruct curve .4 on the assumption of two components 
each absorbed according to the simple absorption law represented by 
curve C. The first result to be deduced as the attempt proceeded was that 
no reconstruction on the basis of any number of components was possible, 
so long as the most energetic component was assigned the maximum 
energy of Mflx 10* e- volts obtained directly from the absorption curve. 
The best two-component representation finally devised was that of curve o, 
tig. 2. The components assumed iu this case were as follows : 

Soft component, absorption limit, 0*20 g./cm.*; intensity, 0*944. 

Hard component: absorption limit, 0'70g./cm *, intensity, 0*056. 

The corresponding maximum /9-particle energies are 0*56 and 1*55x10* 
e-volts, respectively. Although the indications are that a better fit still 
would be obtained on a three-component representation (two soft com- 
ponents and one hard), we shall assume the above analysis as a working 
hypothesis m the remaining discussions. One result is that the repre- 
sentative points on the Sargent diagram (marked 1 and 2 on fig. 6) now 
fall much more nearly on the “allowed” and "once forbidden” curves, 
respectively. Wo have, therefore, some indication of the spm changes in 
the assumed alternative modes of disintegration —but we should also notice 
an apparent difficulty. Whilst the difference between the maximum 
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/^-particle eneigies (0*99 x 10* e-volts) is considerably greater than the 
effective quantum energy of the y-radiation {0-70 x 10* e-volts) deduced in 
§ 6, it is not great enough to allow of two successive transitions (and thus 
nearly two quanta of y-radiation per disintegration) having this mean 
energy. However, we shall leave this immediate problem unsolved for the 
present and turn to a discussion of the modes of formation of uranium Z 
from uranium X^. Bcwing our discussion on v. Weizsftcker’s hypothesis of 
metastable states of low energy, we shall regard that scheme as intrinsically 
the most likely which, in order to explain the facts, requires us to postulate 
the metastable state of shortest (y-ray) life.f 
In this connexion there are, broadly speaking, three possibilities : UZ may 
be the metastable state of the nucleus (UX,-UZ), in which case it must be 
formed from UX^ directly in a rare mode of /y-disintegration, or UX, may 
be the metastable state produced in a direct transition from UX^ — and 
UZ be produced either directly from UXj, also, or from UX, by a (strongly 
forbidden) y-transition competing with the much more probable fi-dia- 
integration.J An asterisk denoting a motastable nucleus (of positive 
energy e), these three possibilities are represented formally by the schemes 
(a), (6) and (c), which follow: 


(a) 

''iUX, 

UX^ 

= E 1)^+6, 

(6) 

^UXJ 

UX^ 

^uz 


(c) 

ux^-ux,*- 

E, = e. 


>UZ 

According to (a) the lifetime of the metastable state for y-emission is 
determined by the amount of /^-radiation with the characteristics of the 
^-radiation from uranium X, found in the general particle radiation from 
uranium Z. If a fraction / of this radiation is observed to be of the same 
quality as that from uranium X,, then, approximately, /Vy = r^, where Tf 
and Ty are the fi- and y-ray lifetimes of the metastable nucleus UZ. 
Experimentally (from that part of the absorption curve of fig. 1 beyond 
0-5 g./om.* absorber thickness), and Ty < 60 x 6-7 hr. or Ty i 336 hr. 

f In this way wo are chooHing the sohomo which involvoo the mnalleHt changes 
of nuclear spm. 

J Or both these modes of formation of uranium Z may contribute together. 
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(A^ > 5-9 X 10~^ sec.-^). As regards (6) and (e), clearly (6) requires a longer 
y-ray lifetime for UX,* than does (c); according to what has already 
been said, therefore, we shall discuss only (c). Here the y-ray lifetime is 
666 X T (UX,), i.e. 666 x M4 min., or 12*6 hr. (Ay» 1-6 x 10“» Beo.-»). From 
these numerical considerations it appears, then, that (c) is intrinsically 
the scheme most likely to be valid in actual fact-—and this conclusion is 
strengthened by evidence from another direction also. For we observe 
that on the basis of either alternative, {a) or (6), when the branching ratio 
is merely the ratio of two /^-particle transition probabilities, an “allowed” 
and a “once forbidden” transition would suffice to explain the branching 
ratio as determined (666 : 1), whatever reasonable value were assigned to e. 
What would not be explained, however, would be the very fundamental 
fact of metastability, since on this basis a difference of spin of 2 units 
between the two nuclei, UX^ and UZ, would bo the most that could be 
allowed. 

By arguments similar to those already used, we might next treat the 
problems concerned with the disintegration of uranium Z and uranium X,, 
which have been left over, on the basis of v. Weizs&cker's hypothesis But 
the details are tedious and in some res^iects the possibilities are many. We 
shall omit them, therefore, in favour of a final scheme — and we shall 
content ourselves with pointing out the difficulties which it resolves rather 
than explaming at length why it appears to us to resolve these difficulties 
in a more satisfactory manner than is otherwise possible. Our final scheme 
is as given in fig. 7. 8pin quantum numbers are shown on the left and 
energies (in millions of electron volts, with respect to the ground state 
of Uii) on the right of the energy levels in this diagram, and each transition 
is also labelled so as to show its type (whether fiory), its relative probability 
when it competes with any other transition (upper figure) and its energy 
(lower figure). Moreover, the vertical energy scale of the diagram is, for 
sake of convenience, different above and below the horizontal line A A'. 

As regards the difficulties resolved, first there is the question of the 
effective quantum energy and the intensity of the y-rays of uranium Z. 
Fig. 7 predicts 1 quantum per disintegration of quantum energy 
(0'79-e)x 10* e-volts* and 0*944 quantum per disintegration of energy 
0*99 X 10* e-volts. This is not, as it stands, completely consistent with the 
direct results of § 6, but it is evident that to accept a three-component 
analysis of the /?-radiation of uranium Z (p. 646) and a consequent doubling 
of the level at (l*78-fi)x 10*e-volt8 would improve the agreement. An 

• In flg. 7, and in what follows, the positive energy of the motastable nuclear 
stato is taken as a x 10* e>volta. 
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inveBtigation of the y-rays of .oranium Z by the method of ooinoidencee ie 
being undertaken in the hope of obtaining a critical test of this feature of 
our scheme. Meanwhile it may be pointed out that if the spin quantum 
number of the highest excited state of Un is in fact 3 or 4, as shown in 
fig. 7, then the non-occurrence of the direct radiative transition to the 



ground state is just what would be expected. Our second important 
question concerns the absence of y-radiation from uranium Xg, in spite of 
the fact that the disintegration eneigy (2*34 x 10* e-volte) is sufficient for 
excitation of the product nucleus Uu in either of the levels shown in 
fig. 7. This point may be settled at once : the assignment of spin quantum 
numbers, which has been made in such a way that each of the yff-transitions 
shown is of the type which in fact it is known to be, makes the transitions 
fiom UX, to the two excited levels of Uu once and twice forbidden, 
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respectively. Even the more probable of these transitions, therefore, 
cannot possess more than one-thousandth of the probability of the 
transition to the ground state, which is known to occur. Finally, we may 
mention the difficulty (of long standing) concerning the quantum radiation 
of 0-092 X 10* e-volts energy, usually assigned to uranium Xj (Meitner 1923 ; 
Hahn and Meitner 1923). We have made a very rough estimate of an upper 
limit to the intensity of this radiation from various published absorption 
measurements (and in particular from the data of Richardson (1914)), 
together with our own value for the total y-ray activity per millicurie of 
a source of uranium (Xj-f-X,). Our wtimate is 0 01 quantum per dis- 
integration. Mow a radiation of this small intensity might quite possibly 
follow a once forbidden transition of UXj, and this wo have shown tenta- 
tively in the figure without attaching great weight to our suggestion. 
In any case, unless this rare mode of disintegration is in any way involved 
in the formation of uranium Z (a {lossibility which we have so far completely 
disregarded) it is not of any real importance to our main theme. 

[Note added in proof, 8 March 1938. (’^incidence experiments on the 
y-radiation of uranium Z, earned out in collaboration with Mr J. V. Dun- 
worth, have shown that two y-ray quanta are emitted "simultaneously” 
in a laige fraction of the dismtegrations, as postulated by the level scheme 
of fig 7. A full account of these experiments will be published shortly.] 


7. SXTMMAEY 

The radiations from uranium Z have been examined by the absorption 
method using a tube counter. The effective quantum energy of the y- 
radiation is 0-70 ± 0-06 x 10* e-volts and the intensity l-60±0'26 quanta 
per disintegration. An analysis of the /?-radiation into continuous spectra 
with limiting energies O-SO and 1*66 x lU* e-volts, and intensities in the 
ratio 17.1, is suggested, though it is pointed out that the component of 
lower energy is probably itself complex. The uranium X, -uranium Z 
branching ratio has been determined as 666 ±66:1. 

On the basis of these results the isomerism of the nuclei UX, and UZ 
is discussed in the light of v. WemsSeker’s hypothesis and a level scheme 
is put forward which appears to account for all the facts. Reasons are 
given m support of the conclusion that uranium Z is formed from uranium 
X| in a fi-y branching, rather than from uranium X^, directly, in a 
transformation. 
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The adsorption of vapours at plane surfaces 
of mica. Part I 

By D. H. Bakoham and S. Mosallam 

(Communicated by D. L. Chapman, F.R.8. — Received 20 January 1038) 

1. Introduction 

The measurement of the adsorption of vapours at plane oiystalline 
surfaces is attended by the inherent difficulty of packing into a reasonably 
small dead-space a sufficient quantity of the solid to give an appreciable 
effect. The use of powders is open to the objection that the superficial area 
of the particles cannot lie directly measured with accuracy; moreover, their 
surfaces may contain a network of fine cracks, the effect of which is to 
multiply the area by an unknown factor (Smekal 1925, Joff^ 1928, 
McBain 1932). 

Plates of mica, used first by Langmuir (1918) and later by Bawn (1932), 
are free from these objections. The peculiar laminar structure of this 
substance renders it highly unlikely that the sheets of atoms in its exposed 
cleavage planes are subject to a strong distortional influence such as affects 
the surface lattices of sodium chloride and similar crystals (Lonnard- Jones 
and Dent 1928). When cleaved, a plate of mica parts along the plane of the 
potassium atoms ; and though the exposed face may comprise a number of 
“steps”, over each of these the surface is “true” to a molecular thickness 
(W. L. Bragg 1937). 

Both Langmuir and Bawn confined their measurements to the region of 
very low pressures, and in no case was the adsorption found to exceed (or 
even closely to approtwsh) the value for a unimolecular layer. In this paper 
an apparatus is described whereby the course of the adsorption could be 
followed with accuracy from pressures of 0-02 mm. right up to within a 
few per cent of saturation. The investigation brought to light phenomena of 
considerable complexity, and showed beyond doubt that multimoleoular 
films are formed at pressures well below saturation. 

2. Prrlihinaby bxperi:mbnt.s 

Preliminary experiments with benzene vapour showed the isotherms of 
this substance to bo of the sigmoid form illustrated in fig. 1 ; they are rather 
similar to those of water vapour on cellulose and wool, where capillary 
[ 662 ] 
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condensation is usually supposed to play an important part near saturation . 
In these experiments no attempt had been made to separate the mica strips, 
as Langmuir had done : tightly wired-up bundles of mica were packed into 
the adsorption tube so as to economize dead-space. Prima facie, therefore, 
the rapid increase of the adsorption near saturation appeared to be due to 
capillary condensation between conti^ous surfaces of mica. This explana- 
tion proved untenable, however, when exactly similar isotherms were found 
with the mica plates separated from each other by fine wires. 



Fio. 1. Isothormals of benzene at 25° C. The continuous curve shows the general 
course of the isothermal with tightly packed mica strips. The point circles refer to 
observations where the strips were separated by fine wuee. 


A comparison of the isotherms obtained with benzene vapour at 25° C. in 
the two cases will serve to establish this point (fig. 1). The circles refer to 
measurements with the separated plates, whilst the full curve shows the 
general trend of the isothermal (ignoring discontinuities) when the plates 
are packed closely together. Although it is true that the area of the mica 
was a few per cent greater in the former case, so that the results as they 
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stand are not quite comparable, theee measurements show conclusively 
that the mode of packing the mica is largely immaterial. 

Testa for capillary condensation cA broken edges. An attempt was next 
made to discover whether capillary condensation in incipient cleavages 
at the more or lees ragged edges of the plates could be considered the cause 
of the rapid increase of adsorption near saturation ; for although every care 
had been taken in cutting the strips, and any showing interference colours 
had been rejected, the edges must undoubtedly have presented a much 
rougher surface than the cleavage faces. 

A mica strip showing well-defined interference patterns due to internal 
cleavage at an edge was first heated in an evacuated tube, and then exposed 
to the saturated vapour of benzene, excess of the liquid being present. Even 
after long standing there was no change in the appearance of the patterns, 
so that it is certain that capillary condensation in those cleavage spaces did 
not take place. To speak more generally, we found no evidence that any 
portion of a clean mica strip is capable of forming a nucleus for the con- 
densation of liquid benzene. The liquid condensed readily on the wire used 
for suspending the strip, but not at its point of contact with the mica. 

To offset against this negative evidence are the facts, brought to light by 
experiments to be described in a later pa|)or . ( 1 ) that after the formation of the 
first unimolecular layer the heat of adsorption falls abruptly to a value very 
close to the normal heat of liquefaction ; and (2) that towards saturation the 
quantities of different vapours adsorbed at equal fractions of the saturation 
pressures represent roughly equal volumes of the normal liqmds. Though 
(as Hiickel (1932) has emphasized in the one case, and Polanyi (1933)* in 
the other) neither of these relations is in actual agreement with the theory 
of capillary condensation, their approximate validity is so suggestive of the 
filling up of cavities with hquid phase that the possibility cannot lightly be 
disregarded. Further experiments were therefore undertaken, 

lipreading experiments in the presence of saturated arid supersaturated 
vapours. A plate of mica was supported horizontally in an all-glass system, 
and, after being given the same vacuum heating as the mica used in the 

* Even if the contact angles wore zero for a number of liquids, the relative prea- 
Hures at which equal voluines of those would be condensed by oeqiillanty are not equal, 
but would be smaller 111 tlie case of liquids of high surface tension and large molecular 
volume. On account of the broken form of tho isotherms obtamed with mioa, and the 
rapid mcrease of adsorption near saturation, a detailed comparison of the data with 
the requirements of the capillary condensation theory would be difilotilt, imd of 
doubtful value; it is sufhcient to state that the deviations ftom the “equal volume” 
rule are often in the sense opposite to that predicted on tho basis of this theory, zero 
contact angles bemg assumed. 
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adsorption experiments, was exposed to the saturated vapour of benzene. 
Drops of liquid benzene were then caused to fall on its surface from the end 
of a fine capillary. These drops did not spread in the way they should if the 
surface had been covered with a film of hquid benzene. They fiattened, it is 
true, under the infiuence of the kinetic energy of their fall, and their 
contours were often irregular. But it often happened that a second drop, 
following the first, would roll the latter back from the centre leaving, for 
the time, a clear space at the point of impact. The behaviour of the drops 
was rather similar to that of water drops on a slightly greasy surface. The 
angle of contact could not be estimated on account of the irregular contours 
of the drop ; all that can be stated with certainty is that it was loss than U0“ 
and much greater than 0°. Other pure liquids (methyl alcohol, carbon 
tetrachloride, acetic acid) behaved very similarly to benzene, as also did 
such liquid mixtures as were tried. 

In a further set of experiments, freshly split surfaces of mica were exposetl 
to dry, drop-free air supersaturated with the vapour of benzene and other 
organic liquids as it issued from a jet into the open. Provided the degree of 
Hupersaturation was not too great (it was still great enough to cause 
immediate bulk condensation on a slightly smoked glass slide), there was 
no condensation of liquid observed. Instead there appeared on the mica a 
film rendered visible by colours which we believe to bo due to interference 
On placing small drops of liquid benzene on these coloured films, the drops 
flattened to an extent depending on the degree of supersaturation of the 
vapour, but they did not merge their identity with that of the films. We 
r^ard these experiments as proving. (1) that the polymolecular films 
known to exist from the adsorption measurements are situated at the 
ordinary cleavage surfaces of the plates, and are not oonoentratod only at 
the edges ; and (2) that these films have properties which differentiate them 
from the normal bulk liquids. 

Ohreitnoffa experimenta. It may be objected, in regard to the experiments 
last described, that since the mica was for a short time exposed to air after 
cleavage, the adsorbing surface would probably be not that of mica itself, 
but a film of adsorbed moisture. Thus Obreimoff (1930), who measured the 
surface tension of mica by splitting it with a wedge and noting the curvature 
near the edge of the split, concluded that whilst a freshly cleaved surface in 
air has a surface tension of 1500 dynes/cm., that of a surfaice cleaved in a 
good vacuum is as high as 20,000 dynes/cm. 

A rough calculation based on Qibbs’s adsorption equation shows that if 
10 A’/molecule be allowed for the water in the monolayer, in order to cause 
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a surface tension lowering of 18,500 dynes/om., the layer would need to be 
stable to a 10^**-fold reduction of pressure at ordimury temperatures. The 
film would withstand the most drastic vacuum heating, and it can safely be 
inferred that if the peoufiarities of behaviour towuds supersaturated vapours 
shown by mica fieshly split in air are due to a film of adsorbed water, this 
water film was also present on the degassed mica used for the adsorption 
measurements with benzene and other vapours. It is of interest to note, in 
connexion with the possible role of a water film, that a jet of air, if even very 
slightly supersaturated with benzene vapour, gave immediate condensation 
when played on the surface of ordinary water; also that supersaturated 
water vapour behaved towards freshly split mica in much the same way as 
has been described for benzene and other organic liquids. 

3. Apparaths and matbbials 

The apparatus comprised ■ (1) a supply bulb containing the experimental 
liquid, (2) a train for its fi^tionstion under vacuum conditions, (3) the 
pumping system which included pentoxide tubes and a McLeod gauge 
reading to 2 x 10~* mm., (4) the adsorption vessel containing the mica, and 
(6) a combined burette and pressure gauge. Only the two last require speoial 
description. 

The measuring system and connecting tubee are sketched in fig. 2. It 
will be noted that the former has neither tape nor ground-glass junctions, 
and is designed for complete immersion in a water thermostat. AAAA is 
the thermostat tank, and the frame BBBB serves to support the adsorption 
vessel C and the gauge burette DEFQU. These two vessels are connected 
at the inserted join F. 

The gauge burette comprises : ( 1 ) the four bulbs on the limb DE ; each was 
of about 15 c.c. capacity, and they were separated by short lengths of 
tubing provided with etched marks at the positions shown; (2) the bent 
capillary at E, of 1 -6 mm. bore ; (3) the uniform gauge tube EFOU of 8 mm. 
bore ; this had seven finely etched scale marks at positions 0, 1 , 2, . .., 6, and 
led directly to the McLeod gauge and pumping system. 

In measuring a quantity of vapour prior to its introduction to the 
adsorption vessel, the mercury in the gauge tube was first raised above the 
inserted join at F, control being effected through the tap K. The mercury 
was prevented firom entering the mica tube by the operation of the float 
valve L. The vapour was then introduced through the cut-out M, imprisoned 
between mercury surfaces set to the etched marks in DE and EF, and its 
pressure recorded with the aid of a cathetometer reading to 0*01 mm. 
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After the distribution of the vapour to the adsorption vessel via the 
inserted join F, its pressure was recorded at intervals until no farther change 
could be observed. The whole procedure was then repeated. 



Fio. 8. 

The gauge burette is so constructed that the pressure can either be read 
directly, as was necessarily the case when approaching saturation, or 
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indireeUy, making use of the principle of the McLeod gauge. For the 
measurement of low pressures, the mercury was raised in limb DE to fill 
some or all of the bul^, and in limb EF to one of the etched marks above 
the inserted join F, the compression ratio being chosen so as to give the 
greatest reading accuracy. In the extreme case, quantities of vapour of the 
order of cubic millimetres at N.T.P. could be measured with an error much 
below 1 %, by imprisoning them between the etched marks immediately 
on either side of the bent capillary at E. 

Settings of the mercury to the etched marks on the gauge tube were in- 
variably made with a rising meniscus, and readings were rejected if the 
difference between the meniscus heights exceeded 0*06 mm Capillarity 
corrections were applied throughout. It is probable that errors exceeding 
0*0,3 mm. in the direct pressure readings were thus avoided. 

Calibration, and control of errors. The volumes enclosed between the 
various etched marks (mark 0 excepted) were calibrated with mercury, due 
regard being paid to the direction of curvature, under working conditions, 
of the mercury meniscus sot to each The adsorption vessels were calibrated 
by measuring out quantities of hydrogen in the burette, and then deter- 
mining its pressure after distribution via the inserted join F. To control the 
errors involved in this indirect calibration, a blind tube of about the same 
capacity as the adsorption vessels was calibrated with mercury, sealed to 
the apparatus, and recalibrated by a hydrogen distribution experiment. The 
mean of six concordant determinations gave a result differing from the 
mercury calibration by no more than 0*080 o c. Though the possible ad- 
sorption of a little hydrogen would lead to larger errors than this in the case 
of the mica tubes, their effect in terms of quantities of vapour measured at 
relatively low {wessures would again be very small. 

Several experiments were made, more particularly with benzene vapour, 
to estimate the errors involved in the use of the McLeod principle in 
measuring the pressures indirectly, and in calculating quantities of vapour 
on the basis of the gas laws. With benzene these tests showed Boyle’s law to 
be valid within about 0*6 % up to 95 % of the saturation pressure ; thereafter 
systematic deviations occur, probably arising from a wall effect. With 
methyl alcohol the errors involved are rather greater,* but they are quite 
insufficient to invalidate the conclusions to be drawn from the adsorption 
measurements with this substance. 

£n accordance with the findings of Coolidge (1924), who used a quartz 

* Cf. Bangham, Fakhoury and Mohamed (1934}, where data are given for a rather 
similar apparatus. 
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BUBpenrion gauge to control the errors involved in measuring low pressurea 
of vapours by the McLeod principle, observations relating to pressures 
< 0'02 mm. are omitted from this paper, even though they are supported by 
the data for slightly higher pressures. In the range of moderate pressures 
the direct readings provided the necessary check on the indirect measure- 
ments, and showed these to be free from systematic error, provided a suit- 
able compression ratio was chosen. 

The mica. A supply of clear muscovite mica of about 0-05 mm. thickness 
WM obtained from a firm which had undertaken that the sheets should not 
be fingered either during splitting or packing. The sheets were cut with 
cleaned scissors and forceps into strips about 1-5 x 18 cm , and tied with 
wire into bundles, care being taken to avoid contact with the fingers. 
Strips showing jagged edges or interference colours wore rejected. Three 
adsorption vessels. A, B and C, were used at different stages of the work. 

Vessel A, area of mica I 8 x 10^ cm.*; dead-space volume fiS-l c.c. 

„ B, I'»xl0*om*; „ 80*7 cc. 

„ C, „ 2'4xl0«cm.*. 

In vessel A the strips were packed tightly together in bundles with fine 
copper wire; l-S g. of copper was used, its superficial area being 26 cm.*. 
The vessel itself had a wall area of 220 cm.*. 

In tubes B and C the mica strips were separated by fine wires. From wire 
of ca. 0- 1 mm. diameter three spirals were first prepared, each containing as 
many turns as there were strips of mica to be packed m the bundle. With 
the aid of pins and a wooden frame, these spirals were held in slight tension 
(their axes being jiarallel), and the strips were inserted between the turns. 
()n releasing the pins the strips became firmly gripped between the coils, 
and it was then a comparatively easy matter to secure the bundle with wires 
passed round it opposite the two end spirals. On viewing the bundles fr»m 
the sides, no contacte between the strips could be observed For tube 
B 6'7 g. of copper wire sufficed, its superficial area being co. 300 cm.* 

To degas the mica, the tubes, after being sealeil to the apparatus, were 
heated to 280° 0. and pumped for several days ; in between whiles they were 
flushed out with the experimental vapour. The pressure, as shown by the 
McLeod gauge, became unreadably small at the end of this period. 

The experimental vapours. The choice of working substances was dictated 
by the desirability of knowing something of the molecular cross-sections in 
different possible orientations. Benzene, methyl alcohol, and carbon 
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tetrachloride 'were ohoeen. All were rigorously purified and dried before 
use, and repeatedly fractionated after sealing in the apparatus until quite 
free from dissolved gases. 


4. ExPEBIMEKTAL results ■ STanCTURB OF THE MOKOLAYBRS 

The observed adsorption is conveniently expressed in cubic millimetres 
of vapour at N.T.P., and the symbol q will be used to denote its value in 
terms of this unit. It will be noted that q depends, ceteris paribiu on which 
of the three adsorption vessels the measurement refers to, for the area of the 
mica was different in each. The quotient of the adsorbing area by the 
number of molecules adsorbed, that is, the area per molecule, is measured 
in Angstrom units and denoted by A . Pressures of vapour are in millimetres 
of mercury and denoted by p. 

The analysis of the results is complicated by the appearance of break- 
points in the isotherms and the formation of multimoleoular films, pheno- 
mena which are discussed in a later paper. Nevertheless the experiments 
yielded two sets of data, the portions of the isotherms of benxene and 
methyl alcohol in the pressure range < 0*04 of saturation, which repay 
comparison with theory; carbon tetrachloride, even in this low pressure 
range, gave quite anomalous results. 

Comparison tvith theoretical isc^herme. The theoretical isotherms to which 
we shall refer the data are: ( 1 ) the Langmuir equation 

p = constant X — (1) 

where q^,, the limiting adsorption at very high pressures, is identified by 
Langmuir as the number of adsorbing centres or “elementary spaces ’* 
measured in the same units as q\ and (2) the equation 

loggp = log,— -f- constant 

or «=» constant X —^exp (2) 

which applies to a film of mobile adsorbed molecules between which only 
short-ranged “ collision’’ forces are acting (Bangham and Fakhoury 1931).* 
* The isotherm applies to a surface phase obeying the equation of state 
F(A-~B) = RT, 

where F is the two-dimensional pressure; a constant differential heat of adsorption b 
implied. 
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Here q^,, the limiting adsorption at hig^ pressures, is unrelated to the 
lattice constants of the adsorbent, but the corresponding value of A, which 
we shall call A„, is the incompressible” cross-sectional area of the 
adsorbed molecules, and should be slightly less than the value calculated, 
for example, from X-ray measurements. 

For the purposes of comparison it is convenient to plot the data on a 
double logarithmic scale, and then to superpose the theoretical curves, 
similarly plotted on transparent paper, so as to obtam the best fit. The 
graphs of fig. 3 (benzene) and fig. 4 (methyl alcohol) have been obttuned in 
this way, log^, p being the abscissa and logjo q the ordinate. 

It will bear emphasis that the graphs of equations (1) and (2) are so very 
similar that if both the constants in each are treated as adjustable para- 
meters, any set of data, unless of very wide range, must necessarily agree 
tolerably well with the one if it does so with the other.* The values of q„ 
obtained with the aid of the equations, however, are markedly different . 
only by finding out whether these q„ values are related to the lattice 
constMits of the solid or to the dimensions of the adsorbed molecules can 
one decide whether the latter are fixed or mobile. 

Structure of the mica aurface. The crystal structure of muscovite has been 
examined by Jackson and West (1930). In the uncleaved crystal each 
potassium is surrounded by twelve oxygens arranged in two hexagonal 
rings, one on each side of the plane where cleavage is to take place , these 
oxygens form part of the bases of the silicate tetrahedra, to the hexagonal 
network of which the mica owes its characteristic structure. 

In the sheets of potassium atoms the distance between each K and the 
next is 6-18 A, so that, the arrangement being a hexagonal one, the area 
per K becomes a- 18* .^3/2)%(23 A*. It is to be expected that when cleavage 
takes place these K atoms distribute themselves fairly evenly between the 
opposite surfaces, so that the area to be assigned to each is then 46 A*. The 
radius of this atom being 2-31 A, and that of the K+ ion only 1’33 A, it 
follows that the potassiums will be far from covering the surface completely : 
the remainder will be occupied partly by close-packed oxygens forming the 
bases of the silicate tetrahedra, and partly by “holes” from which potas- 
siums have been removed; at the foot of each “hole” is a hydroxyl. 

Since the potassiums are at least partly ionized,! it is to be expected that 

* The eJToct of the exponential term of equation (S) on the shape of the double 
loganthmio graph la only to render tt rather leas concave to the log p axis near the 
pomt of maximum curvature. 

t Jaoluon and West ( 1930) (who, however, report the meoaurement as open to some 
doubt) found 17-7 electrons per K in the uncleaved crystal. 
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strong eleotrostatio forces will subsist at the cleavages, and that their 
polarizing effect will reinforce the “dispersion” forces in producing the 
adsorptive field. With methyl alcohol there is also some possibility of 
hydroxyl bond formation, either with the partly exposed hydroxyls of the 
lattice or with chemisorbed water molecules. The part played by the latter 
remains an unknown factor. 


Low-jjreaavre iaothertM of benzene. In fig. 3 there are graphed the 
experimental data for benzene at 26 and 35° C , together with the following 
theoretically derived curves : 



Fig. 3. laothermala of b«nzeno on mica. The bioken linea VC' are graphs of Langmuir’s 
isotherm, allowing 46 A* per elementary space Curves A A' aro for a film of mobile 
molecules lying flat (A.„ = 36A*): enrvee BB' for mobile molecules on edge 
(A, = 21-8 A«). 

(1) The broken curves CC which are graphs of Langmuir’s equation if 
46 A* is allowed for each elementary space. The agreement obtained here is 
poor; it would be even worse if only 23 A* were allowed per elementary 
space. 

(2) The full lines A A' derived from equation (2) for a film of mobile 
molecules of incompressible area 36 A*, which u approximately the area to 
be assigned to the benzene molecule if lying fiat. 

(3) The full lines BB' which ate graphs of the same equation, but for 
molecules of incompressible area 21-6 A*, which is the cross-section of the 
benzene molecule perpendicular to the plane of the ring (Cox 1932 ; see 
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Adam 1930). Here the agreement with experiment is tolerably good. It u 
even better with A ■= 20 A*, which is quite a reasonable estimate since the 
limiting adsorption values give the molecular areas under high compression. 

We conclude that the molecules forming the monolayer of benzene are 
freely mobile (as indeed one would expect them to be on chemical grounds, 
compound formation being highly improbable), and that over the range of 
concentrations examined they are oriented on edge; it is not unlikely that 
at still lower concentrations they tend to lie flat.* 

Objection may be raised to the above conclusions on the grounds that the 
effects of intermolecular forces have been ignored, and that the deviation 
from the Langmuir graph may be due to the formation of a second mole- 
cular layer. Neither objection is as serious as appears at first sight. Evi- 
dence will be given in a later paper that the formation of polymolecular 
films sets in with something of the abruptness of a phase transition ; the 
differential heat of adsorption, which ia very nearly constant over most, if 
not all, of the range here considered, then falls sharply to a value very near 
the normal heat of condensation. 

Low-preaaure iaolherma of methyl akohol. The experimental isotherms for 
methyl alcohol graphed in fig. 4 lead to very similar conclusions. To obtain 
agreement with the Langmuir equation, which when plotted on the double 
logarithmic scale gives the broken curves in the figure, it is necessary to 
suppose that each elementary space occupies 17'7 A*, a figure which bears 
no obvious relation to the constants of the lattice. The equation for a mobile 
film (full line) requires A = 1 1-4 A*. Bearing in mind that the use of this 
equation necessarily leads to a low estimate of the molecular cross-section, 
this is a not unreasonable figure for the end-on orientation of the molecules, 
the closeness of packing of which would then be determined by the cross- 
sectional area of the CH, groupe.f Using the data of I^ngmuir (1918), 
Bangham and Fakhoury (1931) found 14 A* for the cross-sectional area of 
the CH4 molecule by applying the same method. 

* The graph of equation (2) for q^, = 366 mm.*, Aa> = 20 A*, which has been 
omitted from fig. 3 for the sake of clarity, gives alinost perfect agreement with 
observation except for the three lowest points on tho 36“ uothonn, which fall rather 
high. The ineasuremonts of tlie adsoiption energy referred to m the text did not 
extend to quite such small concentrations, ho that a different orientation m tho region 
of very small eovenng is not precluded 

t Hendnoks ( 1930 ) has shown that m a whole senes of toltd comiiounds the 
distance of closest approach of two carbon atoms belonging to different moleoulea lice 
between 3-6 and 3*9 A. In a planar arrangement of one-oarbon moleoulcs in hexagonal 
close-paokod array the area to be assigned to oaoh would therefore be between 11-3 
and 13-2 A*. 
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Though poesibly not quite oonolunve, these measurementB strongly 
suggest that the methyl alcohol molecules are also freely mobile in the 
monolayer, and that the statistically favoured orientation is that in which 
the CH, groups are pointing outwork, and the hydroxyls turned in towards 
the surface. This orientation was not found with methyl alcohol adsorbed 
on charcoal, where, both in the “primary” films formed at low concentra- 
tion, and in the denser ones at higher pressures, the evidence showed the 

2'8 
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Fio. 4. Isothermato of methyl alcohol. The broken lines are graphs of Langmuir’s 
ieotherra, allowing 17-7 A* per elementary space; the hill hues are for film of mobile 
molecules onentod ond-on (A go = 1 1 4 A*). 

axes of the molecules (not the dipole axes) to lie paraUel with the surface 
(Bangham 1934), The different orientation at the surface of mica probably 
accounts for the surprising absence of any evidence of association in the 
adsorbed phase, at all events below the first breakpomt. Both on charcoal 
and on mercury the molecules of all the lower alcohols appear to be 
associated to a considerable extent, even at low concentrations. With 
mica this is certainly not the case,* and the tendency of the molecules to 
* To obtain further evidence on tliw pomt, some adsorption raeasurementa were 
made at pressures well below the range to which fig. 4 refers. According to Coohdge’s 
already quoted statement os to the iumts of accuracy of the McLeod gauge, these 
should be liable to a considerable systematio error, and they are not reproduced here. 
Use was made thereof, however, to obtam values of the surface energy lowering F 
with the aid of the mtegrated form of the Qibbs adsorption equation discussed 
ree^tly by one of us (Barham 1937 ); liere even a oonsiderable systranatio error at 
small adsorptions would le^ to no very serious consequences m the range of denser 
covermg. The graphs of FA against F were then plotted. These wore found to be neariy 
linear, and to show no trace of the mitial downward bend so oharootenstio of umilar 
graphs for the alcohols adsorbed on charcoal. Such as it is, the evidenoe would 
su^^est that Honry’s law is obeyed by methyl alcohol on mica at pressures ~ 10-* mm. 
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duster together, which probably aoooimts for the peouliaritiee of the 
carbon tetrachloride isotherms now to be described, is entirely absent with 
bensene and methyl alcohol in the range of concentrations we have been 
considering. 


Experiments toith carbon tetrachloride. The adsorption vessel B, containing 
separated mica strips, was used. The adsorption isotherm at 35° C. is 
graphed in fig. 5, the abscissa variable being the pressure p. The graph 



Fio. 5. Isothermal of carbon totraohlonde at 35° C. 

shows marked discontinuities, recalling, on an enlarged scale, those found 
by Allmand and his co-workers (Allmand and Chaplin 1930, Allmand, 
Burrage and Chaplin 1932). The steeply rising sections of the graph, which 
are not improbably all concave to the adsorption axis,* point to a strong 

* The broken line joining the points in the figure is, of course, partly hypothetical, 
the points being too widely spaced to permit mterpolation ; the form (^ven to the 
isotherm was suggested by the course of the curves immediately preceding the first 
and fourth breakpoints, which are both markedly concave to the adsorpUon axis. 
The experiments with carbon tetrachloride were carried out as rapidly as possible so 
as to avoid interaction between the vapour and the oopper wire used for separating 
the plates; for unpublished experiments by N. Fakhou^ m these laboratories have 
shown that carbon tetrachloride is liable to slow decomposition at oertain metal 
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texidenoy for the molecules to cluster together under the influence of 
intermoleoular attractive forces. The breaks occur when the areas per 
molecule lie between the following limits : 

First, 4 -72-101 A* Third, A - 17 a-20-4 A», 

Second, 27-39, Fourth, 12-2-10-4. 

In normal liquid carbon tetrachlmide at 36° C. each molecule occupies 
about 163 A* (molecular volume divided by Avogadro constant), and they 
probably group themselves into a more or less close-packed arrangement 
(Menke 1932). It will be seen that the first break occurs when the first 
molecular layer is by no means complete If we suppose, following Lang- 
muir, that the mica presents more than one kind of “elementary space”, 
so that its surface is heterogeneous when viewed according to the scale 
represented by the molecule of carbon tetrachloride, it becomes an easy 
matter to account for the breaks, but the marked grouping tendency of the 
molecules presents a diflSoulty. Moreover, the areas per molecule at the 
breakpoints bear no obvious relation to the lattice constants of the mica. 

If the molecules forming the first layer have no definite points of 
attachment, it is probable that the statistically favoured orientation is one 
in which each CCI4 has three d atoms in contact with the surface and with 
the Cl atoms of its neighbours. Given that as the concentration rises the 
molecules tend to group themselves into a close-packed arrangement of 
tetrahedra, it is quite comprehensible that discontinuities should arise, 
though the occurrence of the first of these at such a low concentration again 
presents a difficulty. 

If we assign to the adsorbed phase a density equal to that of the bulk 
liquid, the thickness of the film would lie between 4-2 and 0-0 A at the 
second break, between 8*0 and 9*2 A at the third, and between 13*4 and 
15*7 A at the fourth. These are not widely different from the thicknesses to 
be expected if each breakpoint coincided with the completion of a molecular 
layer; but it will again bear emphasis that any attempt to build up a model 
of the adsorbed phases on the same lines as a liquid is necessarily incomplete 
unless the theory takes into account the fact that the film is incapable of 
acting as a nucleus of condensation of bulk liquid phase. 

auifooos at oompaiativnly low temperatures. In spite of the greater rapidity of 
working, we have no reason to question the aoouraoy of the data, which were obtained 
when the technique of measurement was well established, and is well supported by 
the iqipearanoe of certain regularities, to be discussed elsewhere; the latter also 
indicate that no apprtxiiable interaction with the copper can have taken place. 
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One of the authors is grateful to the Ijeverhnlme Trust Committee fur 
the award of a Fellowship, which has expedited the long-delayed publica- 
tion of these results of experiments which were ouried out in the laboratories 
of the Egyptian University during the years 1931-7. 


6. SUMMABY 

Measurements have been made of the quantities of benzene, carbon 
tetrachloride, and methyl alcohol adsorbed at a known surface area of mica 
at pressures ranging from 0-02 mm. to near saturation. The general shape 
of the benzene isotherm is sigmoid, convex to the adsorption axis at lower 
pressures, where the monolayer is incomplete, but becoming markedly 
convex to this axis near saturation, where the film is polymolecular. The 
same isothermal is obtained when the mica plates are separated by fine 
wires as when they are tightly packed together. Capillary condensation in 
incipient cleavages at the mica edges does not take place, and the poly- 
molecular films have properties which differentiate them from the bulk 
liquids. The isothermals of benzene and methyl alcohol at lower pressures 
agree well with the theoretical equation for films of mobile molecules 
oriented end-on to the surface, but Langmuir’s equation leads to hmiting 
adsorption values which bear no relation to the lattice constants of the 
mica (muscovite). The isothermals of carbon tetrachloride shows marked 
discontinuities, as also do those of benzene and methyl alcohol over the 
range of transition to polymolecular films. 
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The influence of rate of deformation on the tensile 
test with special reference to the yield point 
in iron and steel 

Bt C. F. Elau 

(CommuniecUed by Sir Harold Carpenter, F.R. 8 . — 

Recewed 26 January 1938) 

Paet I 

The following experiments were carried out with two principal objects 
in view: (1) to investigate the deformation of those metals, partioularly 
iron and steel, in which the stress-strain curve does not immediately rise 
at the onset of plastic distortion; (2) to determine the effect of rate of 
deformation on the yield and subsequent stress-stiain curve. 

It is impossible to give an adequate summary of the literature which 
deals with this subject, but a bibliography is included in an appendix and 
some of the most important results are referred to briefly below. 

The first description of a fall in the load at the yield point in iron and 
steel was made by Bach (1905). Since that time a similar effect has been 
observed in sine and cadmium crystals (Becker and Orowan 1932 ; Orowan 
1934; Schmid and Valouch 1932), copper and copper alloy (Elam 1927) 
orystalB, sodium chloride (Claesen-Nekludowa 1929; Dawidenkow 1930; 
Joff6 1928), a brass (Elam 1927; Sachs and ^oji 1921), both single 
crystals and polycrystalline material, and duralumin (Dawidenkow 1930). 
The oonditions affecting the occurrence of an upper yield point have 
been most fully investigated in the case of iron and steel, and of these 
the most important are : rate of application of load (Korber and Pomp 
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1934; Kuhnel 1928; Moser 1928; Quinney 1934, 1936; Siebel and Pomp 
1928); shape of teet-pieoe (Baoh 1904; Dooherty and Thome 1931 ; Kuhnei 
1928; Quinney 1934, 1936); axial loading (Dooherty and Thome 1931; 
Quinney 1934, 1936); and heat treatment of the metal (Edwards and 
Ffeil 1925; l^sslin 1928; Kuhnel 1928). The value of the upper yield 
point may, under favourable conditions, be raised momentarily above 
that of the breaking stress imder a static test (Ginns 1937 ; Hopkinson 1905 ; 
Quinney 1934, 1936). The value of the lower yield is less affected by 
the conditions enumerated above and remains approximately constant 
for the material (Emsslin 1928; Kuhnei 1928 ; Moser 1928). It is not always 
possible to distinguish an upper and lower 3rield on certain testing machines, 
and this fact has recently led to much discussion, particularly in Germany, 
on the relation between testing machine and results obtained (Bernhardt 
1936; Pomp and Krisch 1937; Siebel and Schwaigerer 1937; Spftth 19370,6; 
Welter 1935). Welter (1935) started the controversy by stating that the 
type of curve obtained depended on the elasticity of the machine. He and 
other workers compared the results of tests by direct loading, in beam type 
machines and in those of the type originally devised by Polanyi (1925) 
and elaborated by Quinney (1934, 1936), in which the load is applied by 
pulling against a spring. Tests were also carried out with a spring placed 
between the shackles of a lever testing machine together with the test- 
piece (Siebel and Schwaigerer 1937; Sp&th 1937a, b; Welter t935). This 
method may be compared with that of Robertson and (kwk (1913 ; Cook 
1931) who made use of a weigh-bar in their measurements. Different 
results were obtained with the different methods employed. ITiese experi- 
ments also demonstrated the importance of rate of deformation in connexion 
with the yield point where a laige increase m rate of flow takes place 
(Bernhardt 1936; Kbrber and Pomp 1934; Kuhnel 1928; Pomp and Krisch 
1937; Siebel and Schwaigerer 1937). 

The effect of duration of test has been studied chiefly in connexion with 
creep phenomena and the rate of flow at temperatures higher than normal 
or on metals with low melting-points. Experiments at constant stress 
led Andrade (1910, 1914) to put forward an empirical fmrmula connecting 
change of length of a test-piece with time. The effect of velocity of defor- 
mation on the stress has shown that the stress is greater at higher speeds 
(Deutler 1932; Ludwik 1909). A change from a fast to a slow rate of 
extension has been compared with the afterworking of metals (Ludwik 
1909), and of amorphous substances (Braunbek 1929), which are veiy 
susceptible to velocity of deformation. 

In the Becker-Orowan (Orowan 1934, 1935 a, 6, 1936) theory of hardening 
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the rate of defonnation is oonsidored to vary with the externally applied 
stress and this in turn determines the shape of the stress-strain curve. 

A strees-str^ijn curve in which the load temporarily falls, or does not 
immediately rise with deformation, is very similar to the defonnation by 
jumps (Becker and Orowan 1932; Classen-Nekludowa 1929: Dawidenkow 
1930, Jolf6 1928; Orowan 1934, 19350,6; Schmid and Valouoh 1932) 
which is characteristic of certain crystals and polycrystalline materials. 
The magnitude and frequency of the jumps are remarkably uniform and 
they may be preceded by a building up of the stress caused by some 
hindrance to deformation, just as the yield point in iron is exceeded in 
certain circumstances. The extension associated with each jump varies 
from 5 to 200/1. 

Another feature in common is the localized nature of the deformation 
which is associated with the formation of Llider’s Lines in iron and steel 
(Docherty and Thome 1931; Fell 1935; Kuntze and Sachs 1928: Nadai 
* 93 *). 


Part II. Introducjtion 
TenaUe UMing machinea 

Two types of testing machine were used; a 60 ton Buckton and two 
autographic recording machines, referred to as 5 and 6 ton machines, made 
in the Enginoenng Department to the design of Mr Quinney. The latter 
have been fully described elsewhere (Quinney 1934, 1936), and it is only 
necessary to refer to the mechanism in so far as it affects the results of the 
tests carried out on them. 

The results of calibration of load, extension, etc., will be found in Tables 
II-IV. 

The rates of extension in the different gears were determined by means 
of a stop watch and measuring microscope and an automatic counter 
attached to the worm gear was also calibrated, and the time of each test 
and readings of the counter were made throughout the experiments. The 
rates of extension at the higher speeds, i.o. gears No. 2 , 3 and 4 on the 6 ton 
machine, varied slightly with load owing to the slowing up of the motor. 
The arrangements on the 6 ton machine made it unsuitable for tests where 
rates of extension were required to be measured. 

The record which is obtained on the smoked glass has one ordinate 
curved, as the pointer measuring the load moves along an arc of a circle 
of 35 in. radius. It must be measured in a similarly constructed machine 
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which hag algo been calibrated with the testing machine. One of the diagramg 
hag been guperimpoeed on a chart showing the relation between the record 
and the load and extension (fig. 2). 

The chief error was found to arise in the strain measurements due to 
sticking of the box holding the plate, tapes, etc., and to the fact that the 
bedding down of the heads of the test-piece and the differential extension 
of the shoulders are included in the total extension measured. Some of 
these difficulties cannot be overcome with the present design of the machine 
but the magnitude of the error can be ascertained. 

In order to calibrate the extension, a travelling microscope was adjusted 
to read between razor blades attached to each sh6Kikle, and a direct reading 
of the movement of both shackles was made emd compared with the move- 
ment of the plate. One set of readings was taken with no test-piece in 
position, in which case only one shackle moved. When a test-piece was 
being pulled both shackles moved; that attached to the spring giving the 
movement due to the deflexion of the spring, whereas the difference 
between readings on both razor blades gave the total extension of the 
test-piece. By carrying out a number of measurements of the extension 
both loaded and unloaded, it was found that there was always a difference 
in the zero when readings on loading and unloading were compared. On 
the other hand, extension measurements fiom stage to stage of a test are 
reasonably accurate and agree with independent measurements by means 
of scratches on the surface of the test-piece. In the course of a normal test, 
however, readings are required in both directions, particularly where an 
extension of the test-piece causes a return of the spring, such as occurs at 
the yield point of iron and steel. The total elastic extension was also found 
to be inaccurate and the figures given in the tables are only approximate. 

As all the tests and measurements were made in the same way, the results 
may be compared, even if errors are included in the absolute values given 
in the tables. 


Shape and dimensions of test-pieces 

The “streamlined” specimen advocated by Docherty and Thome (1931) 
and by Quinney (1934, 1936) has serious disadvantages when extension 
measurements are required and any accurate correlation of load and 
extension during the test. The only advantage seems to be that it is possible 
to obtain a high value for the upper yield, but as this is liable to fluctuation 
firom a number of causes and the variations obtained even with streamlined 
test-pieces are so great, the disadvuitages appear to outweigh the advan- 
tages. 
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A normal shaped teet-pieoe was therefore used throughout, having a 
parallel length of 6 in., 0-30 or 0*4 in. diameter, and heads 0-76 in. diameter 
and O'S in. long, which fitted into the ball shaoklee in the manner described 
by Quinney. In addition, some measurements were made on large bars 
18 in. long, 0*75 in. diameter, and 8 in. parallel with screw threaded ends, 
which also fitted into ball shackles for use in the 60 ton Buokton testing 
machine. It was therefore possible to ensure axial loading in both machines. 

The test-pieces were ground to their final dimensions so that the finish 
was good. For the purposes of measuring change in dimensions, they were 
marked usually by four fine scratches at 90° along the axis of the bar, and 
by a series of scratches 1 or 2 cm. apart at right angles to these. All 
test-pieces were heat-treated after machining by annealing in vaeuo or, 
in the case of the large bars, in hydrogen. Measurements of the diameters 
were made by means of a micrometer, between scratches by means of 
a travelling microscope reading to 0*001 mm. 


Material 

Testa were made on armoo iron (not analysed) and two steels of the 


following composition: 

O T 

C 0-68 0-248 

Si 0-10 0*101 

Mn 0 30 0-016 

S 0 37 0 018 

P 0-02 0-867 


The copper was Post Office specification, high conductivity metal but 
has not been analysed as the teste were only comparative. 

The duralumin was kindly given by Dr Leslie Aitcheson of James Booth 
and C!o. 

A representative series of High Duty alloys was specially prepared and 
supplied through the kindness of Mr W. C. Devereux. 

The exact composition and treatment of these alloys are of secondary 
importance in the present investigation, as here also the tests are of a com- 
parative character. 

Daeription of experiments 

(1) Comparison of tensile tests in Buckton and Autographic machines, with 
special reference to the nature of deformation at the yield 

The first experiments were intended to test the conditions under which 
a drop in load associated with the yield point could be demonstrated in 
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the Buokton testing machine and at the same time to measure the change 
in dimensions. For this purpose large bars were chosen to give the best 
possible aoounw^ of measurement of diameter. For dimensions and descrip- 
tion of preparation see p. 072. The steel used was T, 0-248 % C (see p. 672). 

The load was applied in the usual way with the beam floating just above 
the stop. This was found to be necessary in order to interrupt the test 
within the yield. 

After the load at which the first yield occurred was noted the specimen 
was removed cmd measured, reloaded, and the load at which it began to 
yield again measured. This was repeated until the load began to rise. The 
effect of rest during the yield for this steel was found to be negligible. 

The measurements showed that during the yield the deformation was 
not uniform and the diameters in two directions at right angles sometimes 
differed as much as 0-3 %. Luder’s Lines became visible on the surface, 
generally starting from one end, and spreading along the parallel portion. 
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Fro. 1. Steel T. 


The true stress was calculated at each stage of the extension from measure- 
ments of the diameters in the regions which showed maximum changes in 
dimension. In fig. 1, No. 1 was heated at 780° C. for half an hour. No. 2 
at 950° C. This treatment was given to obtain different gr^ sizes. Tests 
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on two other bare, both heated at 900® G,, fig. 1, Noe, 8, 4, gave very 
ooneietent reeulte both ae regards value of etreae at which plaetio yielding 
continued at different stages of the yield and for length of yield which was 
approximately 1-2S% in the case of the bare heated at 900° C. and 1*9% 
for those at 780° C, 

Table I shows the spread of the extension during the yield. These measure- 
ments were made in Quinney’s machine on a smaller bar (0*4 in. diameter, 
6 in. parallel) and the travelling microscope was mounted so as to take 
readings while the specimen was still in the machine. 

Table I. No. 7 T, heated 760° C. Ihcbbase in length 
OF SEOnONS OF 2 CM. 

lirt ext. 2nd ext. 3rd ext. 4th ext. 6th ext. 

1 0 0 0 0-002 0-040 

2 0 0 0 0-036 0-042 

3 0 0 0 0-032 0-044 

4 0 0 0-023 0-034 0-042 

6 0 0-017 0-032 0-036 0-046 

6 0 003 0 032 0-036 0-036 0-042 

The end of the yield, indicated by the diagram, came between the 
fourth and fifth extensions, by which time the distortion had become uni- 
form, gaps between the Ltider’s lines gradually having been “filled in”. 
There is every reason for assuming that the extension in each band is 
equal to the total yield. 

These experiments confirm the work of Kuntze and Sachs (1928) on the 
change in dimensions which takes place through the yield. The tendency 
of the load to fall after the initial yield, can be shown if proper precautions 
are taken, and it cannot be attributed to change in cross-sectional area. 
Those bars in which the load did not fall, continued to deform throughout 
the yield at an almost constant stress, and this is not surprising since the 
metal in the unchanged part of the bar is still un-work-hardened. The 
observations of Edwmxis and Pfeil (1925) on the conneidon between grain 
size and length of yield are also confirmed. 

Some tests were also made with a 2 in. square bar of armoo iron and a mild 
steel in order to watch more closely the formation of Liider’s Lines. These 
were polished on all four sides and marked in order to obtain extension 
figures. The angles which the lines made on the faces were also measured, 
and were found to vary from 40 to 88°. They were not the same on opposite 
faces but in some oases could be traced round the intersection of two 
neighbouring faces. Assuming that in such a case the marks represented 
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the traoee of a plane on the two faces, the inclination of the plane to the 
axis oould be aaoertained. The planes varied from 40 to 60® to the axis. The 
fact that, even in a polycrystalline metal, there is a tendency to slip along 
planes of maximum shear stress, is in agreement with the observation of 
the formation of an ellipse in the round bars noted above. In most cases 
two sets of bands were formed, but this would also cause a thinning of the 
bar in one dimension if the deformation were confined to two planes at 
180® to each other, i.e. on opposite sides of the bair. The amount of deforma- 
tion that occurs in this manner must be very small. 

Pyramid hardness tests were carried out on these bars in the region 
showing Liider’s Lines. In the case of armoo iron the extension at the 
yield which was approximately 2%, gave an increase of 1 1 % (Fell 1927, 
1935). ^ ^ increase of 7'6% was obtained with a yield of 

2‘4%. In both oases the measurements were made about 2 weeks after 
straining. 

(2) The effect of rate of deformation on the stress-strain curve (iron, steel, 
copper) 

Tests at different speeds were earned out on armoo iron, two steels 
(0 and T) and copper. The results are given in Tables II-IV and selected 
diagrams in figs. 2-6. These are obtained by printing through two films 
at once. 



Fio. 2. Steel O. 7=gearR.B. 

Great care was tidcen to compare test-pieces which had been out from 
the same bar and heat-treated simultaneously. Ckmsiderable variations 
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ooourred in spite of all preoautions, showing how sensitive the deformation 
must be to slight differenoes in individual tests. 

Full details of the measurements made in the ease of iron cmd steel are 
given in explanation of the tables, but it may be desirable to state briefly 



20 = gear R.R.i S4s gear S. ISsgear 4; ISsvery dow. 



why these values were chosen for comparison. Previous work has shown 
that an increased rate of loading raises the upper yield point but the relation 
between this point and the subsequent extension is not so well known. 
The first measurement required was the highest point reached at the yield 
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(1). Secondly, the lowest load shown on the diagram after yielding had 
started (2), and the point at which this occurred in the yield, which is 
indicated by the extension (1-2). It has been pointed out already on p. 671 
that w extension of the test-piece results immediately in a return of the 
spring and a drop in load on the record but that exact numerical agreement 
between the two values was never obtained owing to errors in the machine. 
Moreover, while a test is in progress the end of the test-piece attached to 
the spring is being moved in the opposite direction and the record merely 
indicates the result of these combined movements. It is not surprising 
therefore to hnd that the average value for the lower }rield also varies 



with the rate of testing and also that the lowest point may occur anywhere 
within the yield although in most instances it is nearer the upper yield. 
That is to say, maximum extension usually follows immediately the onset 
of plastic distortion, and is greater the higher the initial yield point. The 
ups and downs within the yield are associated with the propagation of the 
distortion by the formation of LOder’s Lines. The value of the load at 
the end of the yield shows if the metal has hardened during this stage of 
the deformation, and the figures in the column headed 1-3 give the length 
of the yield. These stages cannot be separated in armoo iron and are 
entirely absent in the tests at very slow speeds in both annco iron and 
the steel 0. They persist, however, in steel T even at the slow speed of 
testing. 
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The reeults oontained in Tables II-IV and illustrated in figs. 3-6 may 
be summarized as follows: 

(1) The value of the upper yield jwint is raised by increased rates of 
deformation. 

(2) The value of the lower yield is raised by inoreaBed rates of deformation. 

(3) The length of the yield is increased by increased rates of deformation. 

(4) The horizontal portion of the stress-strain curve may disappear in 
armoo iron and a very low carbon steel if the rate of deformation is 
sufficiently slow. 
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In fig. 7 the values of upper and lower yields are plotted against rates 
of deformation for armoo iron. The maximum difference occurs between 
the slowest rate (which is very nearly zero on the scale of the diagrams) 
and the slowest rate obtainable on the Wilson automatic gear-box (B.B.). 
Bates of deformation between these have not yet been investigated. 

Apart from the presence or absence of a well-marked yield, other 
difierenoes are manifest between the very sbw and more normal rates 
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of testing. The curves obtained at the slowest speed rise steeply from the 
elaetio limit in a series of irregular jerks, each one of which consists of an 
ezoMsive rise and fall in load like miniature yields, but the curve continues 
to rise in between. The increase in resistance to deformation is also greater 
for the slow rate of extension. Fig. 9 shows the results obtained fix>m two 
examples of armoo iron. A quick method of comparing the curves direct 
firom the records was to print on to films and superimpose these, making 
a small allowance for difieienoes in diameter where necessary. This obviated 
the laborious task of measuring up all the curves and plotting in the form 
of load-extension diagrams similar to fig. 9. 

A comparison of all the diagrams by this method showed that relatively 
large increases in rate of hardening occurred in armco iron and the steel 0 
(not steel T) between the R.R. gear and very slow rates of extension, but 
thitt at greater speeds all the steels showed a change in the opposite direc- 
tion as the speed was increased. Moreover, a change in the middle of the 
test firom gear No. 4 to gear R.R. caused a definite drop in stress. 



Similar tests were then carried out with copper mid here also a change of 
speed altered the stress. Fig. 8 was the curve obtained when copper was 
extended in stages of alternate speeds, R.R. and gear No. 3, with intervals 
of rest of half a minute. A sudden drop in load was always observed when 
any test (both iron and copper) was interrupted, the magnitude of the 
fall depending on the rate of deformation and the stress. There was no such 
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drop at the end of very alow teata although creep would take place in 
time. A very alow teat on copper ahowed that, unlike iron, the rate of 
hardening waa leaa than at high apeeda (gear No. 4). The two ourvea are 
given and oompued with iron in fig, 9. 
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The effect of rate of deformation on the atreaa-atrain curve juat deacribed 
ia aimilar to that already inveatigated by Ludwik (1909) and Deutler (1932), 
and can be applied to explain also the effect of speed on the lower yield. 
But the increase in reeiatanoe to deformation which ocouia in annoo iron 
{Old mild steel when extension is very alow presents a different problem 
(md a solution may be sought in another well-known characteristio of iron 
and steel, namely, the property of hardening on resting cdter straining, 
originally investigated by Muir (1900a, b). 

The effect of net. The following experiments were carried out to teat the 
influence of rests of varying periods at different stages of extension. Full 
details are given in Tables V, VI and a representative record is shown in 
figa. 10, 11. 



Extooaioa in inches 
Fia. 9 
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It win be seen that a rest, even under load,* is followed by a new high 
yield which may exceed in magnitude the primary yield. This may be due 
partly to the better alignment of the test-piece and the smoothing out of 
inequalities during plastic distortion. The peak of the yield is followed by 




Fio. 1 1 . Armoo iron No. 12|. Gow R.B. Figures refer to duration of rests m hours. 
(The bottom part of diagram baa been out off to reduce size.) 

a drop back on to a curve which may be a continuation of the previous 
portion, or there may be a deiiuite step up, according to the material and 
the length of rest. There was always a “step up” with armoo non, but 

* Fzporunent showed that the same result was obtained if the load was removed 
during the test. 
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only after long rests with the steels. In fact, the curve with short rests 
was identical with a normal curve if the rates of extmiBion were similev. 
There seems to be a tendency for the increase of hardness to beoome less 
for the same period of rest at the end of the test, but it is impossible to 
estimate the effect of previous rests on the subsequent behaviour of the 
specimen. The rate of hardening falls off with time, but it is quite possible 
that if a sufficiently long rest were given at each pause to enable the 
maximum hardness to develop the increase in hardness would be closely 
related to the amoimt of extension. This point cannot be decided ftom 
the present experiments as extensions between rests were not always 
the same.* A large number of separate tests on a senes of specimens is 
required before the factors contributing to the increase in hardness are 
isolated and this involves introducing yet another variable in the use of 
different test-pieces. For the present, it may be said to be sufficient to 
have established the fact that the iron and steel used in these experiments, 
hardens on resting, to an amount closely related to the length of pause, 
and that these results are in agreement with the effect of a very slow rate 
of deformation in producing an increased rate of hardening. 

Similar tests with copper showed that this metal did not harden on resting 
and confirmed the observation that the rate of hardening at slow was less 
than at fast speeds. 

Tabks II-VI 

Tensile tests carried out on autographic machine (5 tons). 

Calibration of Machine. 

Extension : 

1 in. plate = 0-210 in. extension between shackles. 

Load- 

1 in. plate = 0-4076 ton. 

Deflexion of spring = 0-0076 in./ton. 

Rates of extension -.f 

Very slow = 0-000204 in./min. 

Gear R.R. = 0-0406 in./min. i 

Gear 1 = 0-0061 in./min. 

2 = 0-110 in./min. | Wilson automatic gear-box. 

3 = 0-170 in./min. I 

4 = 0-242 in./min. J 

• There was no means of ensuring equal extenaions except by tuning and this was 
difficult over short periods. It was suocessfhl m No. 12 0, when the periods of 
extension wore 40 sec. 

t At rates of extension higher than gear No. I the load affiaoted the values obtained. 
Those given are average for the tests made. 
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The numbers in headings refer to points measured on the curves as 
follows (see fig. 2) : 

0 = beginning of record. 

1 = top of peak and beginning of plastic extension. 

2 s lowest value of load given by jxiinter after plastic extension has 

begun. This is usually close to 1, but may occur at any point in the 
yield 

3 = end of yield, i.e. point at which curve begins to rise finally. 

Size of test-pieces, 0*30 or 0-40 in. diameter, 6 in. between shoulders. 


TABLB II, ABMCO IBON, HKATBO in vacuo at 760° 0. KOR 1 HR. 3-7 AND 8-1 1 
HBATED TOGETHER. NO DEFINITB END 0» YIELD OB HORIZONTAL PART 


OE OITBVB 


Diam. 

No. m. Gear 

7 0'400 Very alow 

8 0-401 

0 0-401 

11 0 400 

6 0 399 R R. 

4 0 401 2 

10 0-400 2 

6 0-390 3 


Load (tons) 


1 2 


0 977 

0- 966 

1 04 1 005 

1 - 01 

1 26 1-18 

1-38 1 24 

1-385 1-316 

1-46 1-26 


Extension (m.) 
0-1 1-2 


0-0094 
0 0126 

0-0166 0-0426 

0 0141 0 0374 

0 0165 0 0522 

0 0174 0-0316 


Table II. Armoo iron, heated in v lauo at 760° 0. fob 1 hr. 


Diam. 

No. m. Gear 

14 0-397 B,R. 

15 0-398 R.R. 

16 0-399 1 

18 0-398 2 

19 0-397 3 

17 0-399 4 


Load (tons) 


1 2 3 

1-38 1-16 1 31 

1-44 1-136 1-296 

1-476 1-26 1 36 

1-676 1 31 1 43 

1 61 1 285 1-41 

1-636 1 32 1-425 


Extension (in.) 


0- 1 1-2 1-3*^ 

0 0146 0-0303 0-0940 

0-0164 0 0294 0-0948 

0 0162 0-0320 0-1063 

0-0168 0-0400 0-114 

0-0162 0-0354 0-109 

0-0179 0 0363 0-1186 


25 0 398 

20 0-397 

21 0-398 

22 0-399 

24 0-398 

23 0-391 4 


1 075 
1-37 1-20 

1-51 1-26 

1-69 1-28 

1-63 1-33 

1-64 1-32 


1-163 0 0138 

1-24 0-0166 

1-29 0 0138 

1-34 0 0175 

1-38 0-0196 

1 36 0 0160 


0-0048 0-0320 

0-0439 0-0803 

0 0336 0-0911 

0 0400 0-0916 

0 0480 0-1055 

O-OSa 0-0970 


Very alow 1-099 
R.R. 

1 
2 


* No honzontal part of curve in armoo iron, but all these test-pieoas gave a slight 
break and change of direction of curve and this was taken as end of yield. 
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Table III. Steel 0 

Load (tons) 

Extension (in.) 

No. 

m. 

Gear 

1 

2 

3 

0-1 

1-2 

1-8 



Heated at 760® C. »n vacuo for 0-6 lir. 



1 

0-401 

R.R. 

1-685 

1-63 

1-65 

0-0207 

0 0363 

0-118 

2 

0-399 

1 

1-64 

1-60 

1-60 

0-0192 

0-116 

0-116 

3 

0 399 

2 

1-665 

1-53 

1-68 

0-0177 

0-103 

0-180 

4 

0-398 

3 

1-73 

1-565 

1-63 

0-0168 

0-039 

0135 

6 

0-399 

4 

1-66 

1 565 

1-67 

0-0181 

0 1296 

0-1316 



Heated at 800® C. m vacuo for 0 5 hr. 






1st 

2nd 





10 

0 400 

Very slow 

126 

1-33 1-205 

1-295 

0-0109 

0-0086 

0-0656 

7 

0-400 

R.R. 

1-699 

1-46 

1-66 

0-0236 

0-0469 

0-119 

11 

0 399 

R.R. 

1-686 

1-47 

1-68 

0-0188 

0-0660 

0-1315 

0 

0-399 

2 

1-605 

1-426 

1-63 

0-0201 

0-0274 

0115 

12 

0 400 

3 

1-62 

1-48 

1 66 

0-0173 

0-0149 

0-143 

8 

0 401 

4 

1 526 

1-515 

1-62 

0-0180 

0 0041 

0-136 




Table IV. Steel T 





Diam. 



Load (tons) 


Extension (in.) 

No. 

in. 

Gear 

T” 

2 

3 

0-1 

1-2 

1-3 



Heatod tt 

» vacua at 800' 

’ C. for 0 6 hr. 



16 

0-299 

Very slow 

1-62 

1-426 

1-46 

0 0190 

0 0146 

0 0935 

13 

0-300 

R.R. 

1-626 

1-68 

1 66 

0 0214 

0 0168 

0-1218 

16 

0-299 

R.R. 

1-68 

160 

161 

0 0186 

0-0129 

0-1190 

14 

0-299 

4 

1-73 

1-666 

1-68 

0-0209 

0-0149 

0-1440 



Heatod it 

t vacuo at 900' 

" C. for 0-5 hr. 



12 

0-298 

Very slow 

1 299 

1-286 

1-31 

0-0167 

0-0016 

0-0641 


Table V. Steel No. 110. Pulled in stages with bests. Gear R.R. 
Original diameter, 0-399 in. Diameters not measured at rests 
Load (tone) Extenoion 


Ext. 

Top of 


End of 

After 

Increase 

luno ot 
rest 

(in.) 

Total from 

no. 

peak 

Bottom 

ext. 

rest 

after rest 

hr. 

zero 

1 

1-69 

1-47 

1-90 

1-81 

_ 

__ 

0-2446 

2 

2-086 

1-98 

2-16 

2-06 

0-27 

0-6 

0-862 

8 

2 32 

2 21 

2-31 

2-21 

0-27 

0-6 

0-473 

4 

2-47 

2-37 

2-44 

2 32 

0 26 

0-5 

0 598 

6 

2 58 

2-48 

2-62 

2-36 

0-26 

0-5 

0-711 

6 

2-846 

2-62 

2-62 

2-51 

0-49 

2-6 

0-820 

7 

2-79 

2-66 

2-66 

2 686 

0-28 

1 

0-936 

8 

3-08 

2-90 

Curve falling 

0-60 

17 
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TABiiB V. Stkel No. 13 T. Heated in vacuo at 800" C. Pxtllkd in 
STAGES WITH BESTS. GeAB R.R. ObIGINAD DIAMBTBB, 0-300 IN. 


Ext. 


Load (tons) 


Top of End of After 

peak Bottom ext. rent 


» Time of 

Increaao rest 

after rest lir. 


Kxtenaion 

(m.) 

Total ftom 


1- 625 1-68 

2 04 1-82 

2- 14 No drop 

2 206 2-02 


1 866 1-76 

2-10 1 08 

2-21 2 06 

2-33 2 22 


0 20 
O 16 
0 23 


0-1830 
1 0-2870 

1 0-3664 

23 0 6030 


Table VI Abmco ibon No. 1 1, Heated im vacuo at 050" C. fob 0-6 ub 
Pulled in stages with bests. Gkab R.R 


Ext. Area 
no sq. in. 


Loa<l (tons) 


Increase Incronso 
Top of End After after in at mss 

peak Bottom ext. rest rest tons/si] in 


Extension 
Time (m.) 
of rest Tot^ from 
hr. stero 


1 0-122 1 20 1-10 

2 0-117 1 766 1-606 

3 0-112 2-166 2-066 

4 0 100 2-60 2 31 

6 0-106 2-98 2 70 


1-46 1-386 — 

1 83 1 76 0-38 

2 18 2 00 0 11 

101 2 28 0 41 

2 84 2-76 0 70 


— — 0-1486 

3 11 0 6 0-2032 

3 60 0 5 0-5166 

3 66 0 5 0 7480 

6 66 22 5 0 0601 


Table VI. Steel No. 12 O. Pulled in .stages with bests. Gear No. 3 


Ext. Aron 
no sq. m. 

1 0-1256 

2 0-1208 

3 0-116 

4 0-111 

6 0-1076 


Ixiad (tons) 


Top of 

peak Bottom 

1- 62 1-48 

2 27 2 06 

2 66 2-44 

2 71 2-61 

2- 80 2-70 


End of After 
ext. rest 

1 086 1 875 

2 38 2-266 

2 68 2 44 

2 67 2 63 

2 72 2 686 


Increase Tnrroase 
after in stress 
rest tons/sq. in. 

40 3 31 

0 30 2 68 

0 27 2 43 

0 27 2 61 


Extension 
Time (in.) 
of rest Total fiiom 
hr. aoro 
— 0-2758 

1 0 6027 

0-5 0 7364 

0-5 0 9726 

0-6 0 1061 
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Table VI. Aemco iron No, 12,. Heated w vacvo at 950° C. Pulled 
IN staoes with bests. Qbab B.R. 




' 




InOToaae 

Increase 

Time 

(in.) 

Ext. 

Area 

Top of 


End of After 

after 

m stress 

of rest Total from 

no 

«q.in. 

peak 

Bottom 

oxt 

rest 

rest 

tons/aq. in. 

hr. 

zero 

1 

0 1246 

0-206 

1 13 

1-46 

1-305 

— 

— 

— 

0-1366 

2 

0-122 

1-77 

1-696 

1-76 

1-665 

0-38 

3-11 

0-6 

0-2184 

3 

0-120 

2-73 

2-12 

2-22 

2 13 

1 08 

000 

17 6 

0-340 

4 

0-1176 

2-64 

1-00 

2 446 

2 345 

0-41 

3-40 

0-6 

0-616 

5 

0-116 

2 72 

2-56 

2-56 

2-47 

0-38 

3-30 

0-6 

0-689 

6 

0-113 

2-80 

2-61 

2 666 

2-66 

0 33 

2-02 

0-8 

0-833 

7 

0-1106 

2 87 

2-72 

2-74 

260 

0 31 

2-81 

0-6 

0 966 

8 

0-106 

3-17 

3-00 

2-01 2-76 0 67 

(Load faUmg) 

4-90 

22 

~ 


Part III. Tensile tests on aluminium alloys 

In view of the fact that duralumin was reputed to have a yield point 
similar to iron and steel and to show Luder’s Lines on straining (Dawidenkow 
1930), some tests were made on both duralumin and some High Duty alloys 
of different heat treatment. 

A quenched and aged duralumin gave a uniform, smooth curve. One 
that was tested immediately after quenching gave a curve similar to that 
illustrated in fig. 13. At a certain point in the extension, it seemed to 
become unstable and slipped in large Jumps which increased as the test 
progressed. At the same time the bar became uneven. If the test-pieoe 
were kept in liquid air after quenching until it could be tested, the jerky 
deformation began sooner. It wm thought possible that the process of 
age hardening might be responsible for the jumping deformation so tests 
were made on certain High Duty aluminium alloys of different heat treat- 
ment. Some of these are stable at ordinary temperatures even in the 
quenched state, but the quenched alloys did not show this type of defor- 
mation. Both of those which developed jumps in the course of the test 
were annealed and slowly cooled (Nos. 1, 5, Table VTI, figs. 12, 13). 

Some of the alloys were also tested at two ratra of straining. Particulars 
of results are given in Table VU. 

The yield points were indefinite except in No. 5 so that these figures 
are only approximate. In every case, the curve at the slow'speed slightly 
exceeded the fast, in this way resembling armco iron. It is known (Quillet 
1926, Teed 1936) that deformation assists age hardening by precipitation 
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in qnenohed duralumin but there ia no reason to expect precipitation 
in annealed alloys. On the other hand, tests on aluminium at two speeds 
at different temperatures carried out by Martin (1924) always gave a lower 
result for the slow speed, in this way resembling copper. 



aUoy R.R. 72. 



Fig. 13. No. 6„ very slow. High 
Duty aUoy R.R. 72 


Table VII. Tensile tests on High Duty alloys 


Original Diam. 0'38 in. Length S m. 

Fast sgear No. 3 1 ^ „ 

Slow=^ slow speed) 


Stress, 
tons/sq. in. 
at yield 


No. 1 


No. 2 No. 3 


Fast Slow 
5 82 6-76 


Fast Slow Fast Slow 
909 1000 7-78 7-01 


No. 6 

Fast Slow 
11-25 11-75 


Mazimom stress 
Extension* 


17-10 17-70 

8-86 10 26 


22-70 23-4 

10-10 16-86 


23-40 24-20 

17-80 17 06 


18-16 10-60 
9-66 10-16 


% on 6 in. 

( 1 . 
2 . 
3. 

R.R. 72 6. 


annealed, fiimace cooled, 
soaked, 330° C. 
annealed, air cooled, 
soaked, 330° C. 
soaked, 626° C., quenched, 
annealed. 


It is characteristic of the deformation by jumps that their magnitude 
increases with the stress. The process is, in fact, similar to the increase of 
the drop in load illustrated in fig. 8 in the case of the copper test-piooe which 
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was stopped for half a minute when the rate of extension was changed. 
The faster gear, which was responsible for the increased stress, gave 
a greater drop. The release of the spring caused by the sudden extension 
associated with each jump in the aluminium alloys causes the pointer to 
swing back and to vibrate and mask the curve, but the peaks represent 
the loads held by the test-piece just before each jump oconis and the 
distance between them the amount of strain associated with each. 

The lower series of points is unreliable for the purposes of measurement 
owing to the inertia of both spring and pointer. 

In the duralumin, the maximum extension of each jump near fracture 
amounted to 0-0166 mm.; in the High Duty alloy No. 6 to 00384mm. 
Each step in the extension left the metal harder than it was before the load 
immediately began to rise again and a line drawn through the tops of the 
peaks also gave a gradually rising curve. 

The influence of rate of extension on the development of the jumps o«i 
be compared in figs. 12, 13. They reach their maximum at the slow speed. 
In this respect they may be compared with the rise and fall in the curves 
following a rest in iron and steel. In fact, the only difference appears 
to be that the jumps are not repeated in iron and steel except at very slow 
rates of straining (see figs. 6, 6). 

The observations recorded above agree with the results of previous 
investigators on the occurrence of tliis type of deformation and it may well 
be that all plastic distortion takes place by steps and is not a continuous 
process. The imiformity of both dimensions and frequency of occurrence 
whioh has been noted in zinc and cadmium (Becker and Orowan 1932; 
Schmid and Valouch 1932) and also rock-salt crystals (Classen-Nekludowa 
1929, Dawidonkow 1930; Joff^ 1928) suggests that they are related to 
the crystal structure On the other hand, it has also been shown that they 
follow damage to a crystal (Becker and Orowan 1932, Orowan 1934); 
for example, if a zinc crystal is bent or, if in course of preparation, it is 
drawn out of the molten bath too qmokly. 

The evidence is in favour of regarding a jump as a result of slip inter- 
ference, by which the stress increases abnormally. When slip finally re- 
commences the rate of deformation is relatively so great that a large slip 
occurs before the metal hardens. The effect of rate of strain on the magmtudo 
of the jumps is twofold (1) the hardening at slow speeds is greater in 
these alloys than at fast speeds, therefore the peaks tend to be higher; 
(2) the slow speed ensures that the full extension of the test-piece is 
reoorded in the movement of the spring. 
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Part IV. Discussiox ok ebsolts 

Previous work has been oonfirmed in all the experiments undertaken. 
With a uniform method of testing, the rate of deformation stands out as 
one of the most important factors influencing the stress-strain curve in 
both ferrous and non-ferrous metals. It determines the stress at which 
plastic yielding commences. This in turn, together with the rate of extension 
and flexibility of the spring, determines the value of the lower yield m 
iron and steel. At sufiiciently slow rates of extension there may be 
only one yield point and no horizontal part of the stress-strain diagram. 
A high yield stress gives a longer yield. Hence the influence of grain 
size on length of yield is also explained, as a flne-grained metal has a 
higher yield stress than a coarse. The mechanism of the drop at the yield 
appears to be similar to that associated with the jumping deformation 
described in Part HI. The difference lies in the fact that in iron and steel 
the load does not rise again to the same value as the primary yield until 
a considerable further extension has taken place, whereas in the aluminium 
alloys the rise follows immediately. This particular type of slip is associated 
with a rise in stress above normal due to two principal causes’ (1) high 
speed of loading, which suggests that the load must be applied for a certain 
minimum time before the metal begms to flow , (2) an internal slip hindrance 
which seems to be connected with distortion of the crystal structure. 

The extension at the yield point in iron and steel has been shown to be 
very localized, so that large deformations take place m a relatively small 
number of crystals instead of being uniformly distributed over the whole 
length of the test-piece. This must cause instability in stress distribution 
wid a tendency towards further deformation at a lower load, which is 
sometimes observed through the yield, although there is more often a 
slight rise. It is generally accepted that any distortion of the crystal struc- 
ture increases the resistance to further deformation and the material within 
a Liider’s Line has been shown to be harder than the unstrained metal. 
Therefore, immediately one part is deformed it will cease to yield further 
while the rest is undistorted, after which the stress must be increased to 
deform it further. If the steps by which this change proceeds are suflBciently 
small and are uniformly distributed, a gradually rising stress-strain curve 
is the result. In the case of the initial yield of iron and steel, the deforma- 
tion, having once begun, proceeds normally during the horizontal part of 
the curve. But it is more difficult to explain how a huge local extension 
can take place in the first place without affecting neighbouring crystals 
by causing an immediate hardening and spread of the distortion. 
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A oompariBon between the faat and alow rates of extension and' the 
effect of leets on the different metals suggest a possible explanation. For 
the same extension, a very slow rate of deformation produces a greater 
d^ree of hardening in iron and low carbon steels and certain aluminium 
alloys and a lesser degree of hardening in copper, a higher carbon steel and 
aluminium. At normstl and higher rates of deformation there is an increase 
of stress with velocity of deformation for all these metals, which has already 
been investigated by Ludwik (1909) and Deutler (1932), and the latter 
has succeeded in confirming Prandtl’s (1928) theory relating thereto. 
Prandtl assumes that certain atoms of a slip-plane in course of gliding 
are in an unstable position and require time to reach new positionB of 
equilibrium. This may account for elastic after-working and a diminution 
of stress when deformation ceases (see p. 680 ). If sufficient time elapses, 
the metal may undergo a further process of recovery and may even 
soften considerably and creep under load. The process is accelerated by 
heat and if the temperature is high enough may counterbalance the effects 
of work-hardening. On the other hand it is reasonable to assume that if 
equilibrium is not reached immediately during deformation, the after 
effects may result equally well in an increase in hardness. On this hypo- 
thesis, a metal deformed at a slow rate may harden more for a given defor- 
mation than if it is deformed rapidly and a rest following a rapid distortion 
will enable the metal to reach its equilibrium state. This is a possible 
explanation of the experimental results obtained and is further confirmed 
by the fact that the increase in hardness is facilitated in iron and steel 
by low temperature annealing and that the first effects of heat on cold 
worked metals is often to harden them (Mathewson and Phillips 1916). 

As increase in hardness implies am increase of potential energy, it is to 
be expected that other physical properties will show a change in the same 
direction. There is no evidence to confirm this at present. 

Assuming that certain metals do not immediately reach their maximum 
hardness on straining, a high rate of deformation may result in a pro- 
portionately large distortion before the resistance to further distortion 
becomes effective. While velocity of deformation determines the stress, 
the stress in turn determines the rate of deformation imder the influence 
of the spring in Polanyi’s and Quinney’s machines. 

The vieM^ expressed above are in close agreement with those of Orowan* 
(Orowam 1934, 1935a, h, 1936) on the influence of time in testing. He also, 
arrives at the conclusion that rest can equally well cause recovery or an 

* A oritioal disoussion of some of Orowan’s work is to be found in the “Report on 
VisooBity and Plastioity" by W. Q. and J. M. Burgers (1936). 
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inoreaae in reaistanoe to deformation. There may be a oritioal rate of 
straining for each metal at a given temperature at which rate of increase 
of resistance to shear is balanced by rate of recovery. 

If the rate of deformation is so high that the metal does not harden, the 
flow is proportional to the stress and, in the case of the horizontal part of 
the curve of iron and steel, it closely approaches true plastic distortion. 

One point remains to be discussed. These experiments do not throw any 
more light on the problem of the high initial stress required to cause the 
first plastic yield in iron and steel or the rise which follows a rest. There 
seems to be greater difficulty in stmting than in continuing plastic deforma> 
tion. Orowan refers to “slip-hindrance” in general terms and connects 
it with dislocations in the crystal lattice. There is, however, a close relation 
between rate of loading and stress and it appears that a load must be 
applied for a certain minimum time before flow commences. 

It is clear firom the foregoing experiments that the rate of application of 
load should be stated in all tests, particularly when an autographic 
recording machine of the spring type is used. In fact, it may be said that 
no test is complete unless stress, strain, time and temperature are sdl 
recorded. 

This work was carried out in the Engineering Department, Cambridge 
University. I wish to express my thanks to Professor C. E. Inglis, F.R.S., 
for the facilities which have been given me in bis laboratory. I am 
particularly indebted to Mr G. S. Gough, M.A., for suggestions and advice 
which have proved invaluable. 
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Investigations of the mechanism of the transmission of plant viruses by 
Insect vectors. II. By H. H. Stormy. (Communicated by F. T. Brooks, 
F.B.8.— Received 26 January 1938.) 

An attempt haa been made to dotenniuo tho conditiuna (hat decide whether 
Cicadvtina mbtla succeeds or fails in transniittuig the virua of atrciik dweaao of maizo. 
Evidenoe shows that mdividual uisocts, although belonging to an active raoo and 
therefore all capable of acting as vectors, vary greatly m tlioir ability to cause m- 
feotion during a short period of contact with tho plant. 'J'liiJ results obtained by com- 
paring the infections following contacts of single insoota and gniups of insects are 
interpreted os conforming with an hypotliesia of independence; that tho effect of one 
insect IS independent of the effecta of any other insects that may puncture the plant. 
K this interpretation bo correct, a small but dehnito vanation m susceptibility of the 
maize plants used can be recognised. 

By removmg at the end of tho contact the portion of leaf-tissue exposeil to the 
insect, the probabiLty of infection was somewhat reduced. Tho effect, though 
probably significant, was small; and it was concluded that the virus had normally 
become established in the plant and had movcvl down at least a fow raillunetres 
during the period that the insect maintained contact. 

Ctcadidtna mbila, while resting on a maize leaf, always has its inouthparts inserted, 
although it may change the position of puncture and may suck material from the leaf 
only intermittently The stylets penetrate ail tissues of the leaf, but appear to bo 
moved frequently until tho phloem is entered. 

The insect can take up virus from a chlorotic area of a diseased leaf during a 
puncture lasting only 16 seconds, which never penetrates beyond the mesophyll. If 
confined to the green part of the leaf lying between the chlorotic areas, punotures 
whether to the mesophyll or to the phloem, fail to take up any virus 
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No foatuK* 111 the behaviour of the inaecta while in contact with a leaf could be 
certainly related to their suoccrh in cauaing infection, except that the observations 
suggeated that a high defa(x*ation rate is unfavourable. Evidence was obtained that a 
single puncture can result in infection Ttie traces of all such single infective punctures 
oxainmed entered the phloem; those of unsuccessful punctures sometimes entered the 
phloem and sometimes ended elsewhere. 

The uisoot can inoculate tlie virus successfully by inserting its stylets through a 
wax nvMnbrano into a loaf held below, but only if ilie membrane u not too thick to 
prevent the stylets reoohuig the phloem. Hoi'dhngs were not mfecteil by insects 
feeding on the ooleoptile; m this organ the phloem is deep-sostorl, Ixtyond the reach of 
the stylets. 

Plants wen' never mfecteil by pimctiireH. however niiineroiis, if they were all of less 
than a certam duration This threshold-porioil is about 5 min. at temperatures 
between 23 and 26® C. A study of the puncture traces showed that muiy siib- 
thrmhoUl punctures penetrated to the phloem 

A consideration of all the cvidenei* eoiisos me to lulvance the hypothesis that the 
ituw>et inoculates the virus in distinct dosi*H. each mdejiendont m its effect of any othor 
doses that may bo inoculated by tho same or other insects. ITio delivery of a dose is 
detennined by some mcidi'iit that occurs only afU'r puncture has been mamtaini'd for 
some time. 


The influence of rate of deformation on the tensile test with special reference 
to the yield point in iron and steel. By (\ F. Elam. (Communicated by 
(Sir Harold Carpenter, FH.ti. Received 26 January 11)38.) 

Tensile b-sts on armco iron and two stei'Is have be«*ii carntHl out in a 50 ton Huckton 
testing mochme and m a spring testing rnachme diwignod by Quinnoy Tho distortion 
at the yield jiomt and tho formation of T.tidcr’s Lines were investigated in both 
machines Tests with them' metals and with oopjM'r and certain aluminium alloys at 
differont hikiocIs confirmed previous observations that tho faster tho rata of locuiiiig 
the higher the stress. On the other hand, at very low speeds, there was a greater 
mcmiifie of hardness in tho case of iron and mild steel and tho ahimuuum alloys than 
at faster rates of testing in cop|X’r tho reverse was the ease Tlie deformation at the 
yield fxniit is coin]xir(Hl with the “jumping” deformation characteristio of many 
substances. It is suggested that under w-rtein conditions, the rate of deformation 
may Ix' greater than the rate of increase in hardm^ss and that rests or very slow rates 
of extension may oqtuilly well increase the effect of work 'hardening as allow relaxation 
to take jilare 


The resistance of superconducting cylinders in a transverse magnetic 
field. By A. D. Mxsknkb (C<mmumcated by ./. D. Cockroft, F.R.8 . — 
Received 31 January 1938.) 

Detailed experiments on the transition of {tolycrystallmu cylindrical wires from the 
superconducting to the normal state in a imifortn transverse magnetic 6eld are 
deseribod Several spooimens each of tm, indium and lead of high punty were m- 
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vestigated. The applied fleld utrength (i/^) which restored the first traces of electrical 
resistance was accurately detormincd at vanuus temperatures below the nonnal 
transition point. Tt is found tliat the ratio of this held to the critical field 
corresponding to the temperature of tlw exponinent is not constant but vanes with 
the temperature, 'fhe vanation is Immr, the ratio mcronsmg as the temperature 
is decreased. For all specimens the ratio H,jHt would have the value () 60 at the 
nonnal transition point. 

It is considered that this ciTect is incom|>atible with the idea of an “ mtermiKliatu 
state” existing in a long cylinder, and an explanation is offered based on the assump- 
tion that after penetration of the external magnetic fiohl (above 0 60 W*) the cylinder 
breaks up into macroscupio n>gions of nonnal and Hii|>ercunduoting matenal. The 
agreement of this hypothesis with previously oIjserviHl phenomena is discussed 
A prelimmaiy expenment is rejxirtMl in which, by monsuiing the resistance of 
successive millimeter sections of a specimen, the coexisbMioo of those normal and 
superoonductmg regions is shown directly 


-transitions In a coulomb field. By F. Hoylb. {Cojumiinicated by 
R. II. Fowler. F.R.8. — Received 31 January 1938.) 

This paper attempts to give the selection rules, and the possible forms of the 
electron energy spectra, which (Kirresixind to elements on the first, second, and third 
Sargent curves, m the cose of ouch of the possible fonns of /7-mtemclion belonging to 
Hamiltonians that contain a derivative of only the neutrino wave fimction. This 
allows a choice of several possibilities for the mtiM'nction, among which is the form 
proposed by Konopinski and Uhlcnbock. The accurate solution of the problem would 
require a knowledge of the wave (‘qiiation of a nucleus contaimng many [lartich's 
I assume that a nun-relativistic Schrodmger equation can bo formulated fur the 
nucleus, m which the spin co-urdmato of oach xiarticlo has two {xissible values (3, 4). 
The solutions of such equations for the initial and final nuclei will give a first typo of 
forbidden transition Tt is further assumed that a relativistic equation can bo 
oonstruoted fur the nuclei, in which the spm co-ordinato of each particle will now 
have four values ( I, 2, 3, 4). From this point of view I reganl the fichrbdinger 
equations as given by neglecting, m the relativistic equations, all coinjionentH of the 
wave function in which any spin co-ordinate is 1, 2. Ueneralizing from the Pauli 
reduction of the Dirac aquation m the single-body problem, to the assumption tliat a 
component of the wave fimction in which ono spm eo-ordmato is different from 3, 4 
can bo expressed to a suitablo approximation, m terms of those components which 
occur m the Sohrodmger cxjuation, the connexion between these romjionents seems to 
be analogous to that given by Fauli in tho one-bixly problem. This introduces small 
components of tho wave functions into the expression for tho transition probabihty. 
These small components will have solootion rules which are different from those for 
tho large components, and transitions which were forbidden may npw become 
“allowed" for the small components (that is, tlie light particle wave functions may bo 
treated as constants over the nucleus). It is convemont to distinguish those compo- 
nents which are small m the spin variable of the transition particle, and those which 
ore small m other vanablcs. These two groups of small components will, m general. 
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alao have different aeleotion rulm. The result of oomparing the sdeotion roles for the 
threo groups of components of the wave funotions (the large oomponenta, and the two 
groups of small components), and of discussing the oorresponding forms of the 
electron spectra, show that there may be elements on the second Sargent ourve with 
either 

(1) The “allowed distnbution form” given by Fermi, 
or possibly for light elements (nuclear charge 20). 

(2) Electron distributions which diffa from (1), and of types previously discussed 
(Hoyle 1937 ; p. 290, dg. 4 , 1, II), 

and that for elements on the third Sargent ourve we have the possibilities 

(1) The “allowed distribution form*’ given by Fermi. 

(2) Effectively the distribution (1), but with a slight humping at the upper and 
lower energy limits. 

(3) Distributions of the typos previously discussed (Hoyle 1937: fig. 4, 1, II). 

(4) And for light elements (nuclear ohaige 20) distributions which differ more 
widely from the “allowed form" than (3), the shapes of these distributions being 
similar to (3), but of a mure exaggerated form. 


On the nuclear forces and the magnetic moments of the neutron and the 
proton. By H, Frohuch, W. Heitlbr and N. Kbhmbb. {Communicated 
by N. F. MoU, F.R 8. — Received 1 February 1938.) 

An attempt is made to explam tho properties of the nuclear particles proton and 
neutron by tho hypothesis that these particles are capable of emitting a positive or 
negative “heavy electron” respectively witli a rest mass between that of the 
proton and the electron. The existence of those particles has been made probable by 
cosmic ray observations. 

Tho heavy electrons are assumed to have no (or integral) spm and satisfy Bose- 
Btatistics. Tho wave functions of thoao particles are assumed to be of vectorial 
character, tho components of which satisfy the Klein-Gordon equation. They ore 
quantised according to tho scheme given by Pauli and Weisskopf. Thus, a free heavy 
electron oiui exist in tliree different states of polarization, there are two transverse 
and one longitudinal wave with given momentum. The interaction with tho nuclear 
{larticles is found by relativistic arguments and contains — apart from the mass wi, — 
two arbitrary constants g and /, both with dimensions of an electric charge. 

With this scheme wc have calculated: 

1. Tlie neutron -proton force It is on exchange force and has a range l/A=X/m,e. 
In the •S-stato the force is always attractive. (This would not be the case for a scalar 
wave function ) g and / can be chosen so that tho *S- and ^-states have the right 
position. The experiments suggest g^/^S electron charges. 

2. Tlie magnetic moments /i, and fig of the proton and neutron. They are found to 
be of nuclear dimensions and have the right sign. 

3. The mass can be determmod mdependently from the range of the neutron- 
proton force and from tho magnetic moments. In both ways we find 100 electron 
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4. The proton-proton foroo w obtained only in the fourth order of approxnnstion 
Mid leads to a strong repulsion for distanoea lees than I/2A. Attraction and equality 
with the neutron-proton force could be attained by introducing also neutral particles 
with mass m,. 

5. The theory leads to a diverging self energy of the proton and neutron 


Photoelectric meaeuremente of the seasonal variations In daylight around 
0*41ji from 1930 to 1937. By W. R. G. Atkins, F.R.S. {Received 1 
February 1938.) 

In ooUaboration with H. H. Poole photoeiootrio cells were standardized and records 
obtained with a vacuum sodium coll and Cambridge “thread recorder” for 1930 
(Philos. Trans. 1935, 33S, 1-37: 1936, 335, 245-72). Further measurements are now 
summarized and compared with those for 1930, after ostablishing the constancy of the 
cell used. The greatest, least and mean values of the daily maximum, m kilolux, are 
given for each month, also corresponding values for the total vortical illumination in 
kilolux hours. For the sake of uniformity all the daily curves were measured by the 
author. 

Five years wore very similar and averaged 309 kilolux hours a day, but 1934 gave 
350 and 1930 gave 414. The greatest sunshme average was 5 17 hr. m 1933. A com* 
porison with the meteorological returns failed to explain satisfactorily the high values 
for 1830, though radiation at 8outh Kensington was rather high that year. It is 
possible that specially cloar upper au was prevalent in 1930, or it may be that the 
explanation lies ui a varistinn in the ratio of ultra-violet to green m the solar 
speotnuu, os suggested by Pettit but since contested by Bemheuner. 


The coagulation of plasma by trypsin. By J. Mbllanby, F R.8 and 
C. L. Q, Pkatt. (Received 2 February 1938.) 

Trypsm digests the flbrmogen contamod in oxalatod plasma when the amount 
added is greater than the quantity of ontitrypsm m the plasma. Stable, non-oxa- 
lated, fowl plasma is subject to the same effect, but certain concentrations of trypsin 
bring about coagulation. This coagulant action is due to the liberation by trypsm of 
thrombokinaso previously masked m the plasma. CkintrMy to cortam recent claims, 
trypsin does not activate prothrombase. It is poesible to prepare fowl plasma, free 
from thrombokinase, such that the addition of tlirombokinase brings about coagula- 
tion whereas the addition of trypsin does not The results indicate that thrombaae is 
not identical with trypsm and that thrombokinase and oaloium cannot be replaced by 
trypsin m the activation of prothrombase. 
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Studies on the hypophysectomized ferret. X. Growth and skeletal de- 
velopment. By A. S. Pabkbs, F.B.S. and I, W. Rowi^ands. {Received 
4 February 1938.) 

Six immature male and two immature female ferrets were hypophyaeotomizod at 
a body weight of SOO-600 g. (7- 10 wooks of age). Siibeequent body growth in ferrets 
of both sexes was retarded ; ui the female the stasis was almost complete but the males 
ooiituiued to grow until the age when the growth in the normal ferret is oomplete. 

Skeletal development was stiidicMi by means of X-my photographs and prepared 
skeletons. It was found that skeletal growth hotl been arrested; the bones bad a low 
oalciuin content and oiien epiphyses. .Stasis in the develoiirnent of the skull was most 
marked, this being shown by the absence of sagittal and nuclial crests, open sutures 
and the reUmtion of all the eliaracti.ristica of the skull of nn uumutiiro animal. 


The reaction between oxygen and nitric oxide. By E. M. Stoddart. 
(Communicated by F. G. Dmnan, FR 8. — Received 4 February 1938.) 

It has been shown that the observations of Baker on the non-mteraction between 
intensively dried oxygen and nitric oxide can bo repeated, provided that oaro is taken 
to ensure that mixuig takes place entirely m the oxygen -con taming bulb. The only 
explanation of this phenomenon is that the reaction between the gases is a hetero- 
geneous one, an explanation which fits the observations of Hasche, who showed that 
the rate of this reaction was lowered by as much os 20% m i>araffin coated vessels. 
Tlic present author suggests that the drymg has no effwt except ixwhaps that of 
removing the adsurbixl water film from the gloss viwsds, thus allowmg the surfaces 
to ailsorb a complete gas film iii its plwx'. Wlii>n this gas fihn is oxygon, no reaction 
ocoum in the mixed gas<.s, but when the gas him is nitric oxide, n>antion is possible. 
At least this explanation agn'os with the known facts rogai-ding lieterogoneous 
ri'octions. 

With reference to Uoilenstein’s olworvation that the I'oaction lias a negative 
temperature c^jfiicient, it was seen that he accounted for this fact by assuming a 
temporary association of nitric oxide moliHiiili^i m the form of a complex, the life of 
which duDinishcs with ns*- of toinis-rature The present work indicates that this 
complex IS best formed when the nitric oxide molecules are held close together by 
adsorption on glass surfaces If thi'se complex molecules are fnx) to evaporate from 
the surface and jiossess a short life in the gas pliuso, then it is clear that the reaction 
may appear to be homogenooiis when subjected to moasumrnenta of its kmetics and 
that It will have a negatne tcmpeiaturc ciHifflciont owing to the shortening of the 
life of the complex with rising temperature. It is seen fnim the present experiments 
that these complex inuleciilos an* not formcHl m the gas jiliose (as was believed by 
Bmlcnstein). 

The experiments described as "cleaning" ox(ienments showed that theauthor’s 
observations wore obtainable without any recourse to mtonsive drying. It was also 
shown tliat the admission of water to tho non-reactive gases had no offeot and there- 
fore mhibition of reaction is wholly due to surface conditions of the containing vessels, 
"drying” in itself having tio offect. 
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The expeninental observutionti of J. W. Smith wi-ro sliowii to be quite correct but 
his explanation of his observations needs much niodilication. A new compound has 
been discovered which, as far os the author can determine, ujipears to be 2N() . P,Oj . 
The existence of the nitro^pm peroxide-phosphoric anhydride coiniiound described 
by Smith k unconfirmed. It has been shown that Smith’s work does not prove that 
mtensely dried mtno oxide and oxyKon are inca()ablD of reaction. 


The electrical conductivity of thin metallic films. 3. Alkali films with the 
properties of a normal metal. By A. C. B. Luvisll. {Communicated by 
A, M. Tyndall, F.R.8. — Revived 4 February 19.38.) 

1’ho technique previously described for m(*aHunnK the eU«trioal coiidiietivity of 
thm films depositcxl by evaporation, iii very high vacua, on clcwi substratos, has been 
modified to molude the dopositioii of thick fllniH of the alkali metals. 

Caesium films 10,000 A thick have roHistivities only 4% greater than I ho bulk 
metal, and identical t<‘mi>erature coi'fncienta. Thick rubidium and potassium films 
liavo rather higher resistivities, but jsisseas tho same temiioratiiro coeflloients as the 
bulk metal. 

Evidence is produced that tho films arc polycrystallino, and that tho higher 
resistivities are due to a sunpio residual resistance The gradation m properties of the 
thick films IS shown to follow consistently from tho projierties of the very thin films 
investigated previously. 

From these results and othor considerations it is concluded that there are no grounds 
for the belief that thin fihns dilTer essentially in structure from the normal metal. 


The Zeeman and Paschen-Back effects in strong magnetic fields. By 
P. L. Kamtza, P.R.S., P. G Strelkov and E I. Laurman. {Received 
7 February 1938 ) 

1. A method is dosenbod for studymg the Zooinan and Paschcn-ltack oiTects in 
magnetic fields up to 320,000 gauss. 

2. It is shown that the Zeeman sphtting is within the limits of ex]ieriincntal error 
proportional to tho magnetic field and obeys the theoretical predictions previously 
verified only m weaker fields 

3. In strong magnetic fields we were unable to discover any displacement of the 
centre of gravity of tho s|)litting {laltorn, which again is in agreement with tho 
theoretical predict ion 

4. Tho Posohen-Baok ofibet was studied in fields up to 300,000 gauss on tho beryl- 
lium doublet, and it was shown that tho splitting accurately followed the theoretical 
predictions, and that tho mtonsitios of the various components agreed qualitatively 
with tho theory 

6 Tho initial stages of 1 ho Pasclien-Back oiToct wore also observed for tho sme 
triplet 'P-’S. 
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The lift and moment on a flat plate In a stream of flnlte width. By T. H. 
Havelock, F.R.S. {Received 8 February 1938.) 

The paper givea a new treatment of the problem of a flat plate in a stream bounded 
by plane parallel walla, inoluding oiroulation round the plate. The plate la oonaidered 
as the limiting ease of the elliptio oylmder, an integral equation is obtained whose 
solution by oontmued approximation leads to expansions for the lift and momehi on 
the plate. The solution u modifled to give similar results when the stream is bounded 
by parallel free surfaces, taking the boundary condition at a free surface in an approxi- 
mate form; and a further modification gives tlic case when one boundary of the 
stream is a plane wall and the other is a free aurfawi. The problem of the eUiptio 
oylmder in general is also considered with reference to the moment of the forces when 
the stream la bounded by plane walls and when there is no circulation. 


Quantum theory of Einateln-Boae particles and nuclear Interaction. 
By N. Kbmmee. {Communicated by 8. Chapman, F.R.8. — Received 9 
February 1938.) 

It la shown that there are four meqiiivalent but equally simple poeaibihtiee of 
formulating a field theory of Einstoin-Bose ])artiolos, in which a positive expression 
for the energy density exists. Any of these formalisms might tentatively be accepted 
as a description of the “heavy electron” Consulenitions of relativistic invariance 
show that two independent expressions for the mteraction of those pw^ioles with 
protons and neutrons can bo chosen in each of tho four cases. Taking account of the 
mteraction terms, the general Kamiltonian form of the theories is stated and the 
quantisation is performed The resulting proton-neutron potential is determined and 
it IS found that its sign and spin -dependence agrees with reality in only one of the 
four oases, namely m tho ease bamxl on tho equations of Proca ( 1936). Tlie (divergent) 
self energies of tho proton or neutron resulting from the interaction studied are 
evaluated 


The photoaensltivity of dlpheaylamlne-p>diazonium sulphate measured 
by the method of photometric curves. By C. F. Goodeve and L. J. Wood. 
{Communicated by C. K. Ingold, F.R.8. — Received 12 February 1938.) 

The method of photometric curves, used previously to measure the photosensitivity 
of visual purple solutions, has been applied to the bleaching of diphonylamine-p- 
diazonium sulphate. 

The diazomum salt was bleached with light of wave-length 365 toft, and it was 
found to have a quantum effloiency of 0-34 ± 0-02, indopcmdent of concentration and 
temperature. The photosensitivity was also found to be unofifeotod by the removal of 
dissolved oxygen and by the adcUtion of an internal filter. 

These results have been compared with those obtained with visual purple, and their 
photochemical significance discussed. 
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The control of beating and of micro-flbrlllatlon by means of potassium, 
calcium and sodium in the chick embryo heart. Potassium fibrillation. 
By 1*. D. F. Murray {Communtcated by 8tr Henry Dale, F.R.8. — Received 
7 February 1938.) 

A previouH paper showed that fibnllation induced by calcium m the medium 
depends upon a nso' m the ratio calcium at the cell surfaoes/potassium m the cell 
mteriors. In the present paper experunonts similar in character to those described 
m the first paper show that fibnllation by potassium in the medium is ( I ) more 
readily produced ui hearts previously ronderwi potassium-poor than m hearts which 
are not potassium-poor, (2) probably more readily pnxluced in hearts previously 
rendered sodium-poor than in hearts which are not sodium-poor. It is concluded 
that fibrillation by potassium in tho medium occurs (1) when the ratio potassium at 
the cell Burfaccs/potassium in tho cell interiors is abnormally high, (2) probably also 
when the ratio potassium at tho coll surfaocs/sodium in the coll interiors is abnormally 
high. 


The energy loss of penetrating cosmic ray particles in copper. By 

J. G. Wilson. [Communicated by P. M. 8. Blackett, F.R.8. — Received 
10 February 1938.) 

A deacnption is given of measurements of the energy loss of cosmic ray particles in 
a copper {date, made by means of the cloud chamber method, and tho measurements 
are compared with those previously mode m load. 

The results show that the imtial reduction of relative energy loss, (\IE) [dEjdx), 
with increasing enetgy is probably rather less rapid in copper than m lead, but there 
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M no indication that the Bethe-Heitler value for the radiation lose apphea to maricedly 
higher energiea in the hghter element. For both lead and copper there ia a maximum 
of relative ener^ loaa at £~l<6x 10*e-volta. It ia shown that this loaa is not 
accompanied by the secondary partiolea to be expected if it were due to the wmiaaion 
of colliaion radiation. Further, the value of the relative oroas-seotion in this region 
varies with the absorber less rapidly than Z*. and the position of the maximum is 
almost mdependent of Z. 

Absorption of this type will become of particular importance for elements of 
low atomic number, and it is suggested that the absorption with a maximnTn at 
E~h6x 10* e-volta is responsible for the anomaly in the sea-level energy spectrum of 
cosmic rajm at £~2-6 x 10* e-volts. 


The structure of the walls of pareuchyma in Avsna cohoptilsa. By B. D. 

Preston. {Communicated by W. Stiles, F.B.8. — Received 14 February 
1938.) 

Consideration of both mtaot cells and. of single walla m oat colooptiles shows 
clearly that the cellulose chams of the wall aro mohnod to the transverse plane, in 
contradistinction to previously accepted ideas The chains may, therefore, bo repre- 
sented as foiming a senes of spirals round the coll; and the spiral may be right- or 
left-handed in different cells, though it retains the same sign throughout in any 
mdividual parenchyma. Growth of the colooptile under constant light conditions, at 
a temperature of 26° C., appears to mvolvo a change m the inolination of this spiral, 
m accordance with changes m cell dimension, which may be mterpreted in terms of 
the geometry of the spiral. The ratio of the lengtli of the parenchyma to its girth is 
shown to be of importance m this respect. If this ratio mcroases, the spiral becomes 
steeper; if it decreases, the spiral may bo expected to become flatter. It is probable 
that both turgor forces and active growth of the wall, as well as external conditions, 
play a part m this change m micellar mclination. Further mvestigation of coleoptiles, 
grown under widely different conditions, is clearly necessary before the precise value 
of such factors can bo appreciated 


Some experimental observations for longitude, made by theodolite, 
fitted with a shutter eyepiece. By J. de Gbaait Hunter, F.R.S 
{Received 14 February 1938.) 

l*reoise astronomical position determination is required m geodesy and geophysics. 
Longitude observations depend on tuning star transits, and the observation errors, 
both systematic and accidental, ore relatively large. At fixed observatories this is 
mostly overcome by the moving- wire micrometer; but the heavy outfit precludes its 
wide use in field work, where longitude precision is ordinarily much lower than 
latitude precision. 

The present paper describes a new method, applicable to a theodolite, to mable the 
tnangulator to fix both latitude and longitude with equally high precision; with 
little additional equipment. The basic prmoiple is to observe the position of a star 
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at irutanU oontnUad by the chronometeri initead of obHerving the tune at which it 
rsaohes cMnite poeitiona. 

A apeoial eyepiece eontaine a ahutter, operated eleotro-magnetioslly every third 
Koond by the chronometer; operation period being say 0-07 sec. Operation may also 
be every second, for comparison of time with rhythmic radio signals. Further, a scale 
with horizontal lines is provided in the eyepiece and rendered lummous; while the 
shutter is not visible. The scale readings of star position at some twenty successive 
appearances are recorded. Their mean, converted to arc seconds and applied to the 
corrected vertical reading, gives the zenith distance at a known precise chronometer 
instant. With smtably chosen stars, both latitude and longitude are determinate. 

Observations over several years, mode on the shutter principle with a meridian 
transit, have shown no personality. Recently, with a Tavistock theodolite of 10 in. 
focus, the M.8.B. of longitude from a pair of stars = ± 0 07S sec. m ± 0-7 equatorial 
see. of arc; the over-all time of observation of the pair being 8 min. This result is 
Ailly BB precise and rapid os that of a Taloott latitude pair with a zenith telescope of 
greater power- 


The maternal effecte on growth and conformation In Shire horse* 
Shetland pony crosaes. By A. Walton and J. Hammond, F.R.S. 
{Received 16 February 1938.) 

1. Reciprocal crosses between the loigo Shire horse and the small Shetland pony 
have been mode by means of artifloial insemination. 

2. At birth the foals wore approximately proportional m weight to the weights of 
their mothers and about equal to foals of the pure broeds to which the mothers 
bolonged. The oross-foals from the Shire mare were three tiinos the size of the cross- 
fools from the Shetland mares. Maternal regulation of foetal growth was very 
marked and obscured any genetic dififerencoe. 

8. After weaning, when the foals were under tiie same nutritive conditions, 
genetic differences appeared. The foals from the Shire mores grew much loss rapidly 
than pure Shire fools, and the foals from the Shetland mares grew much more 
rapidly than pure Shotlands. At about 18 months an eqmlibnum pomt was reached 
at which the relative growth rates of the cross-foals and the pure Shetland remained 
constant. At 3 years the difference between the reciprocal crosses is still marked and 
is apparently permanent. 

4. Differences m the proportions of the animals, when size differences ore 
ohmmated, were not so marked os differences in weight and the influenoe of nutrition 
not BO obvious. 

8, The mechanisms, by which maternal regulation may be brought about, are 
discussed and throe jxiBsibilitieB suggested : (a) maternal regulation of foetal nutrition, 
(b) maternal hormonal oonUol, (c) cytoplasmic mheritance. 

6. The bearing of these results on the theoretical concept of growth is discussed. 

7. The experiments illustrate the interplay of nutritional and gmietioal factors 
which are involved m development. 
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The blolo^cal characters of apontaneoua tumours of the mouse, with 
special reference to rate of grow^. By A. Hasson. {Communicated by 
B. L. Kennaway, F.R.S. — Received 15 February 1938.) 

The following findings were obtained in a study based on 336 spontaneous tumours 
m the mouse. The ooourrenoe of multiple primary neoplasms approached a ohanoe 
distribution, although the ^proximation was statistically inadequate to justify the 
assumption of actual random incidence. In the great majority of oases the linear 
measurement of tumour size increased Imearly with time, although a small proportion 
showixl exponential increase. No significant sasooiation could be established between 
rate of growth and the incidence of metastasis. A significant correlation was found 
between tumour size attained and the incidence of metastasis. Tune of duration of 
the primary tumour was found to be a highly important single factor m determining 
the occurrence of metastasis. No significance could be attributed to a somewhat 
moreased proportion of metastasis m mice with multiple primary tumours. Tumours 
situated in tho caudal half of the body were observed to possess a mean growth rate 
significantly higher than the mean for similar tumours cephalic in position. No 
relation was found to exist between location of tumour and production of metastases. 
When tumours of extreme types were studied, it appeared justifiable to conclude that 
those of difierentiatod adenomatous structure more often possessed low rates of 
growth as compared with tho higher rates frequently manifested by dedifferentiated 
ond'anaplastic histological types. In the case of pregnant animals no evidence was 
found to suggest that gestation influenced tho rate of tumour growth, but parturition 
and the onset of lactation were not uncommonly followed by a temporary retardation. 
Slow growth was frequently observed in tho oarbeet stages of tumour development, 
such examples attaining their maximal growth rate only after a variable and often 
considerable interval. Mention is made of tho xioeaible etiological aigtiifioanco of this 
phonoraenon. Apart from the effect described as consequent on parturition and 
lactation, retardation during tho later stages of growth was mainly due to mcidental 
factors such as bacterial infection of tho tumour substance. 


The Influence of carcinogenic compounds and related substances on the 
rate of growth of spontaneous tumours of the mouse. By A Hadpon. 
(Communicated by E, L. Kennaway, FR.S. — Received 16 February 1938.) 

Parenteral admimstration of 1.2:6. 6-dibonzanthraoeno m mice bearing spon- 
taneous neoplasms (mainly carcinomata of the mammary gland) resulted m most 
cases m a prolonged inhibition of the rate of tumour growth. The degree of individual 
response varied from slight to marked retardation, and a few cases manifested active 
regression, either partial or complete. The same result, with a corresponding degree 
of variation, was produced by tho carcinogenic substances 1:2:6: 6-dibonzaoridine, 
methyl oholanthrene and styryl 430. Tho non-oaromogemo compounds pyrene and 
1.2:3: 4-dibeDzanthraoene provoked either no response or a transient mterferenoo 
with growth rate followed by complete recovery. Instances are given in which the 
non-oaroinogenio substances aoenaphthanthraoene and 1:2:6; 6-dibenzphenazine 
led to a retardation of growth not different from that produced by ooroinogemo 
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oompounds. Admmutrfttion of large doeeti of oeetrone benzoate produced in some 
oases no inhibition and in others a moderate retardation with a tendency to recovery. 
The inhibitory response brought about by oaicmogenic oompounds and by certam 
related non-oaromogenio oompounds is attributed to tlio possession by such substances 
of toxicity of a special kind. 


The scattering of fast ^-particles by mercury nuclei. By F. C. Champion 
and A. Babbkr. {Communicated by C. D. EUxs, F.R.S — Received 17 
February 1938.) 

The scattering of ^-particles of about 1 mV energy by mercury nuclei is examined 
with an expansion eliambor for auglos of scattering greater tlian 20°. The absolute 
number scattered is much I<*hs than would bo expeot^id from Mott’s formula. There is 
also mdication of more inelastic collisions than are predicted by the theory of Uethe 
and Heitlor. Photographs are reproduced which show the suilden stoppage of a fast 
/f.particle with the simultaneous production of what appear to bo low energy jiairs 
of positrons and electrons It w suggosted that the results may be qualitatively 
explained on the assumption of a repulsive field between electrons and nuclei for 
close distances of approach. 


A hlgh-temperature Debye -Scherrer camera and Its application to the 
study of the lattices pacing of sliver. By W. HuME-RoTHKav , F R.S., and 
P. W. Rkynolds. (Received 17 February 1938.) 

A high-temperature Debye -Scherrer camera is described for use at temperatures 
up to 1000° C. 'file camera is designed primarily for the accurate determination of 
lattice spaomgs of metals and alloys. The sptHumon is contained in a very thm-walled 
sealed silica tube m order to prevent change of composition of the specimen owing to 
volatilization, oxidation, etc The temperature is measured by moans of a thermo- 
couple, and can be controlled to withm ± I” O. of the desired value. 

Tlie lattice spacing of silver is determined accurately between 20 and 943° C. The 
values agree to withm 0-0001 A with the data of 8cheel for the expansion of massive 
bars of silver up to 600° C. The values of Keesom and Jansen for the coefficient of 
expansion of silver m the range - 263° C. enable the lattice spacings at low tempera- 
tures to be oalculatod, so that the lattice spacing of silver is now known from 20° 
above the absolute zero to 18° below the raelting-pomt. It has been found possible 
to express the results in the form of an equation such that only four constants are 
required to express tlie coeffloiont of expansion over the wliole range. This equation 
IS of such a nature that the coefficient of expansion vanishes at the absolute zero m 
agreement with theoretical nxjuirements. One term m the equation becomes 
vanishingly small above 0° C., and the coefficient of expansion from room temperature 
to the melting-point can bo expressed m terms of two oonstmits only. The greatest 
diiferenoe between the calculated cuid observed values is equivalent to 1 part m 
10,000 m the lattice spacing. An equation of tho same typo has been found to hold 
for other substances. 
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Tlie dispersion formula for nuclear reactions. By P. L. Kafub and 
R, Pbibbls. (Communicated by R. H. Fowler, F.B. 8. —Received 17 February 
1938.) 

The dispenuon formula of Bethe and Plaoaek, which expieasea the oroM-aeotion for 
nuclear reactions in terms of the virtual levels of the compound nucleus and their 
widths, IS derived without using tha assumption that the motion of the incident 
particle within the nucleus can m any approximation be regarded as a one-body 
problem. ’ 

It 18 possible to derive a formula of the t3rpe of the diaptersion formula without any 
assumption at all about the mechanism of the reaction. However, in the general case 
this formula contains more parameters tlian the usual dispersion formula and is 
therefore of less practical value. 

The dispersion formula of Botho and Placzek is shown to hold rigorously if only 
the widths of all virtual levels which contribute essentially to the expression are 
much smaller than the distances between the levels. 


An X-ray study of the iron-nlckel-aluminium ternary equilibrium 
compound. By A. J. Bbadlky and A. Taylob. (Communicated by W, L. 
Bragg, F.B. 8. — Received 18 February 1938.) 

X-ray powder photographs of slowly cooled alloys of iron, mokol and aluminium 
have been used to construct a phase diagram for all compositions. The system falls 
into two distinct portions. Up to Wl atomic per cent of aluinmium there are only 
body-centred cubic and facu-centrod cubic structures. Beyond 60 per cent of alu- 
inmium, the diagram is extremely complex and will be described in a later paper. 

The face-centred cubic phase Held includes superlattico structures related to 
Ni,Al or Ni,Fe (a,), as well as disordortxl stniotures (a). It encloses a miscibihty gap 
where two face-controd cubic superlattice phases (at, and ail) are in equilibrium. As 
the iron content increases, the gap closes. 

The body-controd cubic phase field mcludes superlattice structures related to 
FejAl (Pi) mid FeAl or NiAl There is a two-phoao field where the iron-rich 
P phase (without a superlattice) is in equilibrium with the p, phase. In consequence, 
the system is much more complicated Hum had previously been supposed. Instead 
of a two-phase field separatmg the face-centred cubic and body -centred cubic areas, 
there are four separate areas, oumpnsmg three two-phase fields and a three-phase 
field. In the latter a face-centred cubic structure (a) is in oquihbnum with two body- 
centred cubic structures (P and p^. The two-phase fields ore a+P, a+P^ and P-^P, 
respectively. The oomen of the tluee-phaae triangle are placed at the following 
compositions, a, 02, 81, 7 ; /I, 90, 7, 3; P^, 28, 41, 31. (The numbers represent atomic 
per cent iron, mckel and alummium respectively.) 
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A not* on Guggenheim’s theory of strictly •regular binary liquid mixtures. 

By G. S. Rushbrookb. (Communicated by R. U. Fowler, F.R.S —Received 
18 February 1938.) 

An att«xipt is made to improve and extend Qiifg^nheirn'e tentative theory of 
striotly regular binary liquid mixtures by vuing Bethe's indirect method to avoid the 
unknown combinatory factor m the partition function for the liquid phase. The 
expression found in this way for the configurational energy of the mixturo differs 
somewhat from that proposed by Guggenheim, and consequently formulae for the 
thermodynamic fimotions are also modified. 

The conditions under which such solutions will exhibit ontical mixing phenomena 
are also discussed and the variation with temperature of the concentration at which 
the liquid mixture beguis to separate mto two phases is investigated. 

Though for simplieity the theory is developed on the supixisition that the molecules 
of the liquid are not close-packed, numerical calculations for face-centred cubic 
paekmg, moluded in the last section, suggest that this does not significantly affect 
the results. 


Investigations on Mediterranean Kala-arar. XI. A study of leishmaniasis 
In Ganea (Crete). By 8. Adlkb, 0. Thbodob and (1. Witenbbeg. (Com- 
municated by Sir Henry Dale, FR.8. — Received 22 February 1938.) 

The epidemiology of leishmaniasis in Cunea w discussed. Human visceral leishmani- 
asis, canine visceral leishmaniasis, and Phlebotomiu major have an identical distribu- 
tion m Canea. P. major is the only sandfly m Canoa of impertanoo for the transmission 
of visooral leishmaniasis. P. pemvsvmu vor. tobbx and P, prrJUwun aro absent, and 
P, chmenns var. rimict is not common. 

The bionomics of P, meyor m Canea aro discussed. 

The hitherto unknown male of P. tarouMet is described and the relation of this 
species to P. vesuvianua and P. canaanittau is discussed. P. veeumanus is considered 
a synonym and P, oanaanUtoua a variety of P. laroustm. 

The olmiofd condition of naturally infected dogs is improved and the infection rate 
m P. mtyor fed on these aiumals reduced by placing them on a diet of fresh meat 
without any further treatment. 

A number of naturally infected dogs have difficulty in barking owing to infiltration 
of the vocal chords with maerophages and plasina eells. 

P. major, P. chtnenna vor. nmtex P. aergmti and P. papataiiit were infected with 
Leuhmania xnfatUum by feeding on naturally infected dogs, on Syrian hamsters and 
a spermopbil. The infection rates m P. ttrgtnlx and P. papaiaaw were very low as 
compared with P. major. 

P. tergenti, P, papataeix and P. major were mfeoted with L. tropxoa by feeding on 
lesions in human beings m Canea. The infection rate m P. papataaxx is very low as 
compared with that in P. BergerUx, P. papataaxx plays no significant role m the 
transmission of L. tropxca in Canea, and P. aergetUi appears to be the main vector of 
L. tropxoa in Canea. 
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The Canea atnun of L. tropica n biologically diffnent from tho Paleetiniaa one. 
In oontraat to the latter it produoea a very low infeotion rate in P. papatatii both in 
Greece and Palestmo. 

A humwi being waa infected with L. tropica by the inoculation of flagellatea from 
an artidoially infected P. cergenti. 

The general diatribution of aandfliea of tho major group with relation to visceral 
leiahmaniaeis m tho Old World la diaouaaed. 


The accurate analyaia of ^aaeoua mixtures. By B. Lambbkt and D. J. 
Boboabs. (Communicated by C N. Hinshduiood, F.R.8. — Received 22 
February 1938.) 

An apparatus is described for the accurate analysis of amall volumes of gas mixtures. 

It has been found poasible to obtam results aocurate to 0 02 per cent for the deter- 
mination of the poroontage content of one constituent of a gaseous mixture using 
about 10 0.0. of gas. The apparatus m also smtabln for “inioroanalyses’’ of gaseous 
mixtures using 1 to 2 o.e. of gas mixture and results aocurate to 0*1 per cent are 
obtainable. 

Difficulties asBOOiatod with the accurate determumtion of carbon monoxide in a 
gaseous mixture are discussed and methods of overcoming them are described. 


Atomic rearrangement process In the copper-gold alloy Gu^u. II. By 

F. W. JoNBs and C. Sykes. {Communicated by W, L. Bragg, F.R.8 , — 
Received 24 February 1938.) 

The relation between the size of mioloi and eleotrioal resistance has been deter- 
mined for the copper-gold alloy Cu,Au m both tho annealed and cold worked states. 
Tho experimental results are mterpreted using the hypothesis that nuclei are anti- 
phase with narrow boundanos. For large nuclei a linear relation, between resistance 
and the number of boundanos per unit length, is found from which the refloxiun 
coefficient of a single boundary has been deduced. This reflexion coefficient is the 
same for both cold worked and annealed material although the rates of growth of 
the nuclei in the two cases differ oonsidmihly. 
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On the theory of heavy electrons and nuclear forces. By H. J. Buabha. 
{Communicated by R. H. Fowler, F.R.S. — Received 28 February 19.38.) 

A theory is developed baaed on the idea that the proton wd neutron are two 
states of the same particle, which can go over from one state to the other by the 
emission of a ohaiged partiole of mass intermediate between tluiee of tho proton and 
electron, as originally suggested by Yukawa. Theee f/.partiolee'' are deaonbed by 
four wave functions. Qvuuitization of the theory loads aa usual to positive and 
negative U>particles with a spin of one unit. The U-partiolee are identified with the 
heavy electrons of oosmio radiation. The theory leads umquely to short range forces 
of the Heisenberg and Majorana type of such a sort as to ^ow one to make the 
ground state of the deuteron the tnplet state, tAe tign of the Majorana force being 
not at our choice. The range of the foroea is connected with the mass of the V -partiolee 
as before, and demands a mass of some two hundred tunes the electron mass. The 
relativiatio generalizations of a pure Heisenberg and pure Hajoraua force are given. 
The relativiatio scattering of I7-partioles by protons and neutrons is calculated. 
Tho theory also leads to showers of Heisenberg’s type, but consisting of heavy 
electrons and heavy particles only. 


The Btatletical mechanics of condensing systems. By M. Born and K. 
PuoHS. {Communicated by E. T. Whittaker, FJt.8. — Received 1 March 
1938.) 

J. B. Mayer’s general theory of gases was the subject of a disoussion at the Van 
der Waals Centenary oonferonoe in Amsterdam (1937) where objections were raised 
against his exphuiation of condensation. We present a new form of Mayer’s theory 
using the method of complex integration by vriiioh it is possible to show rigorously 
that Mayer’s statements are essent i ally oozieot. 


[8 41] 
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The starch-iodine coloration as an index of differential degradation by 
the amylases. By C. S. Hanes and M. Cattle. (Communicated by F. F. 
Blackman, F.R.8— Received 7 March 1938.) 

The alterations in iodine coloration have been followed by a speotrophotometrio 
method during the action of five representative amylases on staroh. It is found that 
the so-oalled saocharogenie imd dextrinogenio types of amylase are distinguishable 
from the early stages of their aotion by the manner m which the absorption char* 
acteristios of the iodine compounds are changed The relation between the iterations 
in the iodine colouring property and the liberation of reducing groups throughout 
the diderent degradative processes has been examined; such colour Irtdueing power 
relationships are shown to constitute a diagnostic critorion for comparing the aotion 
of liifferent amylases. 

The problem of the constitutional basis of the iodine oolounng property of starch 
and staroh dextrine is considered m the light of these quantitative data. It would 
appear that the hue of iodine colour exhibited by a particular product is to a large 
extent mdopendent of the length of its oham molecule but is governed mainly by 
some factor such as the mode or degree of association of the chemical units as they 
exist in molecular aggregations. This hypothesis is in harmony with the available 
evidence from purely chemical studies, on the one hand, and with conceptions of the 
mode of attack of the staroh molecule by the different enzymes, on the other. 


The dielectric polarization of a N-long chain ketone at constant volume 
and variable temperature. By A. M1 >llkb. (Communicated by Sir WiUiam 
Bragg, P.R.S. — Received 7 March 1938.) 

The present work is a cuntmuation of a previous investigation on the dielectric 
polarization of a long chain ketone. The substance, instead of being allowed to expand 
at atmospheric pressure, is now kept at constant volume. This constraint produces a 
very marked change in the behavioiur of the substance when compared with previous 
results. It IS shown that the rise m polarization at constant prmsure goes parallel 
with the huge expansion which precedes the melting. 

With regard to the theory of cooperative phenomena the present experiments 
show tlie effect of a variation of the boundary conditions upon the behaviour of the 
substcmce. 


Tratiaference of induced food habit from parent to oflapring, III. By 
D. E. Sladdbn and H. B. Hewbb. (Communicated by B W. MacBride, 
F.R.8. — Received 10 March 1938.) 

A modification of food habit has been induced in stick insects and has been 
transmitted through a number of parthenogenotic generations. The anomoliee of 
the earlier coimnunications have been satisfactorily explamed. 
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Fomutkm <A negative lone at metal surfaces. By R. A. Smith. (Com- 
municaUd by N. F. Mott, F.B.8— Received 10 March 1938.) 

Various processes of formation of negative ions at metal surfaces, and the oon- 
ditions imder which they may take place are discussed. Detailed calculations am 
given for the conversion of Hg+ ions mto Hg ions at a nickel surface. The positive 
ions are assumed to be neutralised by capturing an electron from the metal, and to 
form excited atoms which subsequently capture another electron m falling into their 
ground state. This proeess is shown to aooount for the experimental results of Amot 
and Blilligan. The calculated probability of formation by this process is 1-4 x 10-’ for 
200 V Hg-*^ ions striking a niokel surfaco normally. The process of simultaneous 
capture of two electrons from the metal is shown to be improbable. 

A negative ion formed near a metal surface for which the work function is greater 
than the electron afflmty of the corresponding atom or molecule will have a con- 
siderable chance of being neutralised through one of its eleotrons passing into an 
unoccupied level in the metal. It follows that slow positive ions or metastable atoms 
wUl be ineffective aa a source of negative ions. 

The formation of atomic negative ions from molecular positive ions is discussed. 
Calculations for the formation of H~ ions from Hf ions and from protons are given. 
The value obtamed for the probability of formation of H ions from 140 V protons 
striking a surface with work function less than 3-37 e-volts is about 4 x 10~'. It is 
shown that H- ions will not bo fonned from protons at a surface with work function 
greater than 3-37 e-volts unless simultaneous capture of two electrons takes place. 
For formation of H“ ions from Hf the observed probability is only 1*04 x 10"* for 
200 V HJ' ions striking a nickel surface. This low value is shown to be due to the 
small probability of formation of the mtermediate excited H atoms by dissociation 
of the incident ions. Clearly, further expenments, using separated beams of protons 
and H j' ions, are required m order to clarify the processes taking place when atomic 
negative ions are formed from molecular positive ions 


Shower* produced by the. penetrating cosmic radiation. By W. Hhitler. 
(Communicated by N. F. Mott, F.R.8. — Received 7 March 1938.) 

The theory of the heavy electron developed by Frbblioh, Heitler and Kemmer, 
has been applied to the passage of fast heavy electrons through matter. It is 
shown that various types of showers are produced (V = heavy electron, P= proton, 
Ns: neutron). 

(1) F+ + N = P-f-gy. The light quantum produces an ordinary cascade shower. 

(2) Multiple processes of the type N = P-t- F+ -f- F- and of higher order are 
possible. They load to penetrating showers produced by penetrating particles. 

(3) In a heavy nucleus: F+-t-N *= P. The energy of F+ is restored m the nucleus 
which subsequently evaporates emitting a few protons and neutrons (proton shower) 
accompanied by electrons and possibly also heavy electrons. 

The inverse process to ( 1) leads to the creation of heavy electrons by light quanta. 
It is shown that the order of magnitude of the eross-aeotion is sufBoiont to explain 
all heavy electrons at sea-level as secondmies produced in the high atmosphere. 
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Owing to the breakdown of Uie theory for energies 10* e- volte) all theoe 

prooeaaee can only be disouaBed qualitatively and their oroea-aeotion can only be 
oaloulated approxnnately for mergiea of the order 10* e-wlta or leas. For this energy 
the oroaa-aeotiona have a reasonable order of magnitude. 


The formation of helium molecules. By F. L. Arnot, Ph.D. and Mabjobiic 
B. M’Ewkn, B.Sc. {Communicated by H, S, Atten, F.R.3. — Received 
11 March 1938.) 

An inviatigation of the fomnation of lutuzed moleoulee m argon, neon and helium 
lias been made by the balanced apaoe-oharge method which had previously been used 
by the authors to study the formation of mercury molecules. No evidence of mole- 
cular ionisation was found in argon and neon. In helium molecular ionisation sets 
m at the resonance potential. The results show that these molecular ions are formed 
by the attachment of motastablo atoms to normal atoms according to the prooesa 
Ho(l«*, »li,) + Ho'(ls2», »S) ->.He+(l«r*2p<r. *r,) + e. 

The appearance potential of the molecular ions is the energy of the 2 *S state. 19>77 V, 
which is 1*19 V greater than the ionization potential of the helium molecule. 

Attention is drawn to the fact that those molecular ions are formed from excited 
atoms m S-states, whorecui wo have shown that mercury molecular ions are appar- 
ently fonned only by excited atoms m P-states. 


An accurate determination of the range-dlatiibutlon curve of the radio- 
active alpha particles from 'Ll. By C. L. Smith and W. Y. Chang. 
{Communicated by J. D. Cockcroft, F.R.S. — Received 12 March 1938.) 

The paper dosenbos a method for deterrnimng the number-range distribution 
curve for the a particles from radioactive lithium. These a particles are shown to 
consist of a contmuous distnbution extending up to a maximum of 6-90 ±0-1 cm. 
(7-78±0'06 mV). The shortest range observed was 0-65 cm. (1'2 mV) and in the 
region from 0-6S cm. up to 6-6 cm. there is a linear relation between the logarithm 
of the number of a particles and their range Comparison is made with the dis- 
tnbution curves obtamed by other workers and it is also shown that the upper 
limit of the energy of the <x particles explauis the failure to observe the protons 
emitted in the reaction : 

’U-f *D = 'Li-f »H. 

Upper and lower limits for the mass of *Li are oaloulated from the data and 
shown to be respectively 8-02S3 and 8-0246. 
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The structure and relations of the human premaxilla. By E. H. Johnson. 
[Oommuntcated by F Wood Jonen, F.R S — Received 10 March 1938 ) 

The atruotvire and relations of the human premaxiUa have been deecribed. It has 
boon shown to bo vestigial in character ooin]mred with the homologous bouos in 
lower animals. 

The premaxiilae are completely covered on the facial aspect by the mcuor processes 
of the maxillae. “Suture linos’* on the facial surface have been shown to lie due to 
superficial fissures between the ridges of developing bone on the frontal process of the 
maxilla. From the conditions observed m the region of the floor of the nasal cavity, it 
Boems that the double nanal margins which occur in prognathous races are attributable 
to an moomplete passage of the mcisor processes of the luaxillae towards the anterior 

spine. 

The anterior alveolar walls of the mcisor tooth are maxillary. 

The ascending process of the promaxdla becomes entirely restricted to the mternal 
nasal surface of the maxilla, because of relative differences m the rate of bone growl li 
in this region. In cleft palate, the variation m position of the cleft is not due to a 
division through the premaxilla, but to the lateral mcisor and its alveolus becoming 
displaced to the lateral side of the cleft. Patiiologioal “exfoliation of the premaxilla" 
IS not indicative of its structural form. 

The premaxilla in man has been compared with that m other Fnmates and has been 
shown to differ in form, relations, and the time of closure of the sutures. The peculiar 
shutting off of the premaxilla on the face by the mcisor processes of the maxillae is 
to be regarded as a speoifio oliariiotor of man. 


Abstrsoti 
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The dletrlbution ot carbon dioxide In the hen’a eftft. fiy J. Bbooks and 
J. Paob. (G<mmunicatedby Sir Joseph Barcrofi, F.B.S. — Received 14 March 
1938.) 

The combined CO, of egg>white in equihbrium with different partial preeauree of 
CO, wae meaeurod over the remge p s 0*0S-1'0 atm. CO, at 26° C. An inoreaae in CO, 
preeaure inoreaaed the concentration of oombmed CO,. It wae aeaumed that the 
combined CO, waa preaent m the form of bicarbonate. On this basis the buffer value 
per g. protom wae 4-8 x 10~* for the pH range 6'6-7’8. The reasonable values calculated 
for the pH of the white and the buffer value of the proteins supports the assumption 
that the amount of oarbamino — CO, preaent is small. 

The value of the Bunsen solubility coefficient for CO, and white at 25° 0. was 0*71. 
This value is about 8 % greater thm the value caloulated from the salt and water 
content of the white. It is suggested that, as in blood serum, the dxoeas solubility 
IS caused by the presence of traces of lipoids. 

The uptidie of CO, by shell and yolk was measured. The retention of CO, and buffer 
values of egg-whtte and the relation between the salts of shell and white have been 
discussed. 


Radioactive nodules from Devonshire. By M. Perutz. {Comtnunicaled by 
J. D. Bernal, F.R.8. — Received 16 March 1938.) 

Qlobular concretions surrounded by bleached haloes are found in Permian Beds 
west of Budleigh Salterton, Devonshire. Sections show that their internal structure 
is complex, a sandy matrix being impregnated by a black hard material in radial and 
concentric shoots. Contact photographs of a plane section show a distnbution of 
radioactive material closely connected with the structure of the black unpregnation. 
From measurements of the intensity of the radioactivity on an ionization counter a 
content of 0-4 % uranium was calculated and later confirmed by chemical analysis. 

The physical properties of the black part are caused by an apparently amorphous 
impregnation of vanadium oxides, various other ores also being present in smaller 
concentrations. Throe classes of nodules are described and the possibilities of their 
origm are disouased. 

The last part contains a chemical and geometrical descnption of the bleached haloes, 
and after discussion of explanations of their formation suggested by earher authors 
the ionizing effect of radon is proposed as an agent which might be partly responsible 
for the bleaching. 


Application of reciprocity to nuclei. By M. Born. {Communicated by E. T. 
Whittaker, F.R.S. — Received 16 March 1938.) 

The formula for the distribution of quantum states, which follows from the principle 
of reciprocity and the assumption of a closed p -space, is applied to some properties 
of nuclei. The results can be considered as confirmations of the hypothesis. The mssn 
of a particle moving with velocity of light and maximum momentum is of the same 
order as that of the particles which Yukawa has mtroduoed. 
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fllairicfll theory of radiating elactrong. ByP.A.M.DmAO.F.R.S. {Reuiwd 
16 March 1938.) 

The object of the paper is to eet up in the classical theory a self-consistent scheme 
of equations nrhioh can be used to calculate all the results that can be obtained from 
experiment about the interaction of electrons and radiation. The electron is treated 
as a point charge and the difficulties of the infinite Coulomb energy are avoided by a 
procedure of direct omisaion or subtraction of imwanted terms, somewhat similar to 
what has been used in the theory of the positron. The equations obtained are of the 
the same form as those already m current use, but in their physical interpretation the 
finite size of the electron reappears m a new sense, the interior of the electron being a 
region of spaoe through which signals can be transmitted faster than light. 


Self -consistent field with ezchanfie for calcium and argon. By D. R. 
Habtrbb, F.R.S. and W. Haktrbb. {Received 16 March 1938.) 

The differences between the atomic wave functions calculated by the method of 
the self-consistent field with and without exchange can in oertam oases be plotted in 
such a way that the results for different atoms fall on approximately the same curve, 
which then can bo used for interpolating between different atoms. 

Wave functions so estimated using the results already calculated for Cl~ and Ca’*”*’ 
have been used as the basis of calculations of the aelf-oonmstent field for K**- and Ar. 
For all the (nl) wave functions have been calculated; the results showed tliat for 
Ar all but tho outer [(3«) and (3p)] wave functions could be interpolated to adequate 
accuracy by the method mentionod. 

Results are given, and values of the diamagnotio susoeptibiUtiee calculated and 
oompared with observed values. 


Studies of the post-glacial history of British vegetation. By H. Godwin 
and M. H. CurroBO. {Communicated by Sir Albert Seward, For.Sec.B.S . — 
Received 16 March 1938.) 

The plant remains of the fon deposits have been analysed, and stratigraphy has 
been detenxuned from profiles and from extensive borings: the methods of pollen 
analysis have been employed to mdioate the drift of local vegetation phases on tho 
fens themselvee. 

Part I deals with the Woodwalton Fen area, a part of the fenland margin south of 
Peterboron^, where the fen peats have been little damaged by drainage and peat 
cutting. It 18 shown that on the landward side there is a single peat bed, which is 
separated into two not far from the fen margm, by the tapering edge of a bed of fen 
clay shown by foraminiferal and diatom analysis to have been laid down in braokish 
water. This clay, which must have represented a marine transgression, interrupted a 
phase of extensive development of fm woods, at first mainly alder-oak, and later 
pine-birch. Tree remains are very abundant . The peat above the fen day showed dear 
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gvidenoa of the dflvelopnwnt of aoidioMphagnnm peat of the land found only in re teed 
bogs (“Hoohmooro"). Thu type of peat was previously unrecognised m the fens, and 
it reflects conditions of freedom from flooding by alkidine water. It is probable that 
this phase corresponds with the Bronse Age, and that in the succeeding Iron Age 
conditions changed sharply. The acid sphagnum peat is overlaid by the calcareous 
lake marl of Ugg Mere and Trundle Mere, lakes which were only reoently drained. 
They are thus shown to have had a very recent origin. 

Put n of the paper extuids the obsarvatioDS m the Woodwalton area towards the 
sea and towards the southern half of the feus. A series of long sections has been 
constructed which converge towards Wubech (upon the main estuary of the last 
phase of fen history). These sections show that the upper and lower peats, separated 
by the fen clay, occur regularly and oontmuoualy over the entire area. On the seaward 
side they are overlaid by an upper layer of semt-marme silt deposited in the Romano- 
Bntish penod. By a long series of shallow boros the above senes of sections was tied 
to the known profiles at Wood Fen, Ely. Thence it was clear that the phases of lower 
peat, fen clay, upper peat and upper silt could be accepted as broad major divisions 
across the whole of the southern part of the Fenland. 

Peat formation m the Boreal penod was restneted to places of local wetness, such 
as deep nvor valleys. A dry phase at the Boreal-Atlantio transition corresponded with 
a late Tardenoisian culture horizon. Post formation became general in the fens in the 
Atlantic period, and the fens became wooded in the Neolithic period, during ths end 
of which time, or just after wluch, there was an extensive but shallow marine trans- 
gression which caused the fen clay to bo formed. The succeeding period in the fens 
began with “A” Beaker culture and during the Bronze Age they were dry: the fens 
wore either wooded or formed raisod-bogp, and were fairly Imbitable. The ensuing 
Iron Age must have boon wot. The Roman penod was marked by the deposition of 
considerable thicknesses of seini-tnarme sdt m a wide belt on the seaward side of the 
fens, and m tongues along the courses of the estuanes. There were human settlements 
upon the silt whilst it was funning, and its present surface shows the remains of dense 
occupation. The great meres of the Fenland probably fomiiMl either in the Iron Age 
or the Romano-Bntish penod. 


On the theory of scattering of light. By Hans {C<mmunicaUd 

by It. H. Fotder, F.li.8. — Received 10 March 1938.) 

The Knahnan effect can be explained if the fluctuations of tho optioal anisotropy 
m the medium are not mdopendent m neighbouring volume elements. By applying 
Bnlloum's method to longitudinal and transversal waves the Knahnan effect is 
oaloulated for arbitrary directions of obeervation. It is found that the reciprocity 
relation is always valid. Every substanco which has a Krishnan effect should show 
a Mie effect. Both effects are related to the photoelastio properties in the ease of 
solids, and to the constants of streaming birefringence m the case of liquids. 

The Knahnan and Mie effeoto must ooour for temperature scattering in solids. In 
isotropic solids the scattered light must consist of two pain of Doppler components, 
for crystals three different Dopplor shifts can be expected. The Krishnan eOeot can 
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ooottr in ordinsry liquids if Luou* transversal waves give a notioeable ountxibution 
to the nattering. For temperatnn KMkttenng the depoUuruatKm ~ VJU^ is always 
laiger tiian 1. 

A new theory of the sosttenng of light m glasses is proposed. It is baaed on the 
assumption that glasses oontam a random distribution of “ froxen m " atrams. Slightly 
below the solidifloation temperature these strains are normal ones, but at lower 
temperatures shearing strains are created due to temperature oontraotion. is 
smaller than 1 because the shearing strains are always smaller than the normal 
steams. It is found that Kriahnan’s data are m excellent agreement with those 
oaloulated for glaases for which the photoelastic constants are known. 

Liquids with molecular clustera can be treated as if they were uniform liquids with 
a distribution of internal strains. They show pk< 1 because the strains are pre- 
dominantly normal ones. A relation between the Mie offect for critical opalesocnoe 
and the deviation from the A~* law is found to agree with Ruusset’s observation. 

It is pointed out that scattering data furnish a Fourier analysis of the optical 
variations within tlie medium and con be used to determine the size of molecular 
clusters and of colloidal particles. 

Qans* theory of scattering by molecular clusters is discussed and it is shown that 
it agrees with Kriahnan’s reciprocity relation. 


Tbe twO'itage aoto-lgnitioa by hydrocarbons. By G. P. KAJne. {Com- 
municated by A. G. O. Egerton, F.B,8, — Received 17 March 1938.) 

Previous investigations into the spontaneous ignition imder pressure of the higher 
paraCSns and olefins containing more than three carbon atoms have shown that in the 
temperature range between oa. 870-400° C , ignition occurs by a two-stage ptooees 
preceded by an induction lag before the formation of a cool flame and a second 
lag (, before the subsequent ignition of the cool flame products; increasing pressure 
shortens both these lags, and although kinetic relationships have been developed it 
has not been possible adequately to test them owing to the extreme violmice of the 
Ignitions at pressures much above ttie minimum ignition pressure. 

An optical recording manometer is described whereby it has been possible to measure 
ti and <1 at pressures up to IS atm. with an accuracy of 1/lOOth of a second. 

With propane, (, decreases more rapidly than with mcreasing mitial pressure and 
at a ontioal pressure (about 8 atm.) the two-stage is replaced by a smgle-stage prooeas ; 
the induction log then deoreasos very rapidly with pressure with propylene, where the 
induction lags are much greater, no such transition had occurred at pressures up to 
18 atm. 

The bearing of these results both on the nature of the kinetic processes operative 
and on the problem of "knock”, is briefly discussed. 
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TIm tiM»pliology of the brachial ptoxiu , with ft note <m the pectoral miMcle, 
and the twist of its tendon. By W. Hasbis. (C(mm,unioated by W. Trotter, 
F.R.8.— Received 17 March 1938.) 

The primary or ventral diviaions of the apinal nervea subdivide again into dorsal 
and ventral nervea to supply the dorsal and ventral muaolea and akin of the limb, 
dorsal joining dorsal and ventral joining vMitral divisiona. 

The simplest type of plexus oonaiats of two oorda, dorsal and ventral, formed by 
the union of the dorsal and ventral subdiviaiona of all the primary nerves entering 
the plexus, as in frogs and toads, and m birds. In mammals the ongmal ventral oord, 
and to a less extent the dorsal oord becomes spht up mto different nerve trunks, 
though dorsal and ventral nerves remam apparently stnotly apart. 

Examination of the reptilian type of plexus in salamanders, turtles, liaarda, 
crocodiles and the Monotremata demonsiatitos the passage of dorsal fibres mto the 
median and ulnar branches of the ventral oord, probably for oonvemenco of carnage, 
facts which suggest that essentially dorsal fibres m Man must enter the ventral trunks 
eariy, and thus explam the dorsal cutaneous and muscular supply m the hand by the 
median and ulnar nervea in Man. 

The marsupial plexus is a primitive mammahan type, and vanes httle with the 
structure of the animal. 

Short-necked mammals like the manatee and the Cetacea have five to seven nerves 
m the plexus, and long-necked forms like the llama and horse have a compressed 
plexus. 

Ills Carnivora and quadrupedal Ungulata have lost the fifth cervical nerve from 
the plexus. 

The second dorsal nerve may be oonsidered to be a disappearing feature in the 
mammalian plexus. 

In tho Primates with arboreal life and inoreasing use of the deltoid, the fifth cervical 
nerve reappears and the plexus becomes increasingly prefixed up to the anthropoids, 
and the pectoral musole develops a twist of 180° in the tendon of its lower half, aiding 
the power of olimbing. 


The nuclear magnetic moment of copper. By S. ToiANaxY and G. 0. 
Fobxstsb. {Communicated by P. M. S. Blackett, F.R.S. — Received 18 March 
1938.) 

The doublet hyperfine structures of the resonance lines of the copper spectrum, 
A 3247 and A 3274, have been measured with a quarts Lummer plate. The lines are 
produced free from reversal effects, the doublet separations being respectively 379 
and 406 x 10~* cm.~*. The following hyperfine structure interval factors are calculated. 
Sd*® 4s 1 ‘Sj = 197 6, 3<P» 4p 2*Pj = 14 and 8d“ 4p 2»Pj = 4-8 (dl m ora.-‘ x 10-*). The 
mean nuclear magnetic moment for the two copper isotopes, 63 and 66, is derived 
from the ground state, 3eP* 4s 1 *8^ . The value found is jt s 2-47 nuclear magnetons, 
this being probably a better estimate than that given by other terms, since the 
ground state is spherically symmetnoal and thus not affected by quadrupole moment 
of the nucleus. By adopting Schiller and Sohmidt’s value for the ratio of the magnetio 
inmnents of tho two isotopes, it is found that / iCum =a 2-43 and /iCa«g a 2<64 nuclear 
magnetons. 
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The dlalnta^ratioa ot boron by slow neutrons. By C. O’Cbaixaioh and 
W. T. Davos. {Communicated by E. V. AppUkm, F.R.S. — Received 18 
March 1938.) 

The disintegration of boron by slow neutrons- ,B” + jn^ = ,Li’+,Ho* + Qi — has 
been studied in an expansion chamber. Evidence has been found for the emission of 
three groupa of heavy partioles of ranges 4-2S±0-2 mm., 7'15±0>26 mm. and 
8-9 ± 0>4 nun. in air at IS" C. and 780 mm. Ttie 4-26 mm. group u clearly due to the 
lithium nucleus. On the basis of the recent range.energy determinations of Blewett 
and Blewett, the 7*15 and 8'B mm. groups, which must consist of a-partioles, would 
lead respectivdy to energy releases of 2*45 and about 3x10* e. volts. Substitution m 
the equation of reaction of the masses at present accepted leads to a value for Qj 
of 2-89 X 10* e-volts. The 8-9 mm. a-partioles would correspond, therefore, to the 
production of the Li* nucleus in the ground state, eind the 7-16 mm. particles to an 
excited nucleus havmg an energy of 0-6S ± 0 18 x 10* e-volts above the ground state 
Evidence based on the amission of two groups of protons m the reaction 
,Li*4-iD* = ,Li*-hiH‘ 

leads to the prediction of one low-lying excitation level of Li of 0 44 x 10* e-volts. 
Thu is oonfiRned by absorption measurements on the y-radiation accompanying this 
disintegration. Our value 0-88 :b ibl8 X 10* e-v(dts u m satisfactory agreement with 
the above Ogure. A study of the y-radiation arising from the non-capture excitation 
of Li’ by a-partioies would seem to mdioate the presence of two low-lying excitation 
Ievelaof0-6and0-4x 10* e-volts, butitis possible thattransitions to the0*6 x 10*e-volta 
state are not allowed in the above reactions. 


The heteropycnosls of sex -chromosomes and its Interpretation in terms of 
spiral structure. By M. J. D. White. {Communicated by J. B. 8. Haidane , 
F.R.3.— Received 22 March 1938.) 

There appear to be two kinds of heteropyonosu met with in the ohromoeoinee of the 
Orihoptera saltatoria, which may be called the reversible and non-reversible typos. 
In the reversible type the same ohromosomo may show both positive and negative 
heteropyonosia at different stages. In the non-revereible type only positive hetero- 
pyenosu is seen. During negative heteropyonosu the chromosome does not undergo 
as much thiokening as m the ' 'control” autosome. In positive heteropyonosis the 
chromosome undeigoes more thickening. 

Both positively and negatively heteropyonotio ohromosomee have a spiral structure 
at metapbase. Tlie number of gyres m the spiral per umt length u believed to be 
inversely proportional to the diameter of the obromusome, bo that it will be greater 
in negatively heteropyonotio chromosomes than in positively heteropyonotio ones. 
The direction of ooilmg of the spiral is not constant in the X.chromoeomes of the 
Tettigonidae, i.e. the same ohroraoeomo may show either right-handed or left-handed 
coiling. In the spennatogonial divisions the direction of ooilmg may be reversed at 
the spindle attaohment of the ohromosomo or elsewhere. 
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A new and anomaloue type of meloeie in a mantld. By M. J. D. WRm. 
{Communieated by J. B. 8 . Haidane, F.It.8 . — Beeeiwd 22 March 1938.) 

The meioeie of CatKmmu» takes place in a manner which is entirely unique. No 
ohiasmata are formed and the flrat meiotic diviaion is consequently reduotional for 
all parts of the chromosomes. The usual diplotene and dialdnesis stages are oomplatdy 
absent. Unlike other mantids hitherto studied this speoiee (C, atUiliarum Sauss.) is 
XO in tile male. 


The problem of n bodies in ileneral relativity theory. By Sir Abthub 
Eodinoton, F.R.S. and G. L. Clark. {Bectivtd 22 March 1938.) 

The motion of a system of two bodies (e.g. a double star) is investigated as far as 
terms of the second order in the potentials. Contrary to a result obtained by Levi- 
Civita in 1936, we find no sucular acceleration of the centre of mass of the system. 

The work revealed an error in the standard formulae for the Imo-eloment of a 
system of n bodice, given by de Bitter tn 1936. As a result of oorreotug the error, 
the equivalent mass id of the system is found to be 

where IC is the mergy (including potential energy) and 0 the moment of inertia about 
the centre of mass. 


The secretion of crystalloids and protein material by the pancreas. By 
S. A. Kumabov, G. 0. Lanostboth and D. K. MoRab. (Gommunicated by 
J. S. Foster, F.J{B. — Receive 25 March 1938.) 

The concontrations of Na, K, Ca, O, HCO(, and protein and non -protein mtrogen, 
were determmed in series of samples of pancreatic juice secreted by dogs in response 
to (a) constant rate of administration of secretm, (6) varied rate of administration of 
seoretm, and (c) mterrupted administration of secretin (rest period, 2 hr ). The use of 
quantitative speotroscopio methods of analysis in the detormmation of the metals, 
and of absorption spectrum methods ui the study of the protein composition of the 
secretion, were important features of the technique. 

The fact that the observed oonoentrations of metals m the secretion are independent 
of the degree of activity of the gland, is considered to mdioate that the glandular 
membranes offer httle resistance to the passage of simple inorganic ions. The appartrU 
marked differences in permeability to different ions, as indicated by Ball’s (1930) 
injection experiments, arc probably due to a transformation of part of the injected 
■ubetancee to “non-diffusiblo” forms m the blood stream. 

The observed increase in the bicarbonate concentration with inoreasing rate of 
seoretm administration, and the compensatory relation with the chloride oonoentra- 
turn, is interpreted on the basis of (a) the formation of at least a part of the bicarbonate 
as a product of metabolism withm the glandular cells, and (6) the action of membrane 
forces, probably of an electrical nature. 
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A ooRdMtion of kbMiption qpeotrom meaauiementa with protein nitrogen deU 
admits of two alternative interpretations; (a) onljr one type of absorbing protem is 
pre se nt in the seoiotion, and a part of all of this aorvea as a carrier for enzymatioaUy 
active groups, or (6) several types of absorbing protein are present, and these, whether 
snaymatioally active or not, are always sooreted m constant proportions. 

The interpretation of protein nitrogen and certain other data is given in the 
aooompanyi^ p*pw. 


The processes of esmthesia and secretion of protein material In the pancreas. 
By S. A. Kumaeov, G. 0. Langhteoth and D. R. MoRax. {Communicated 
by J. S.'Foater, F.B.S.— Received 26 Marclt 1938.) 

. A theory of the process of synthesis of protein material by the panoreas, and its 
secretion m response to secretin administration, is developed The theory leads to 
expressions which describe quantitatively the betiaviour of the protem output in 
samplee of secretion obtamed under widely varied experimental conditions. Tt 
permits some insight into the fundamental nature of oertam of the glandular prooeeses, 
as well as the calculation of various factors not directly observable in ontical experi- 
ments. It IS rich m suggestions for now problems m connexion with the secretory 
processes. 


The applicability of the Gibbs’ adsorption theorem to solutions whose 
surface tension curves exhibit minima or horizontal portions. By J. W. 
MoBaix, F.R.S. and G. F. Mills. {Received 25 March 1938 ) 

The classkial Gibbs’ adsorption theorem appears to be a limiting law appl3dng to 
oases where mutual repulsion or oriented dipoles upon the surface and the efieots of 
submerged double layer and of eleotrifloation do not also condition the surface tension. 

All aqueous and ionizing systems mvolve the imjiortant factor of a submerged 
double layer of greater or leaser development, powerfully affecting the surface tension, 
appreciable even for insoluble oil films on water or for pure water itedf. 

Abundant examples of “Type 3” surface tension curves have boon obtamed by 
many authors by every experimental method. In these, the static or tnie equilibrium 
surfboe tension is very greatly lowered in extreme dilution, thereafter remaining 
constant or passing through one or more maxima or tmmma, although the dynamic 
or immediate surface tension is several tunes greater, nearly tliat of water. Application 
of the olassioal Oibbs’ theorem in its exact form to these cases yields a senes of 
obviously impossible results, no matter in what form they are calculated. The different 
reasons adduced by many authors for avotdmg such applications are seen to be gravely 
at vananoe with the foundations of chemical thennotlynamics. 

The factors of orientation euid submerged double layer omitted m the Oibbs’ 
formulation mdicated. 

It follows from the Gibbs' wjuation that the surface of solutions of soluble aubstanoes 
la very deep as compared with molecular dimensions, m contrast to the familiar 
oonoeption of insoluble films on wator. 
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The flnt spark spectnun (rf platlmun. By A. G. SHmraroini. {Ootnmim- 
oated by It. H. Fowler, F.R.8. — Received 26 March 1988.) 

The paper reports obeervationa on the Spootrum Ft II and olaiiriflea a large number 
of levels. A list of lines ia also given including (i) all idmtified Unea between A976 
and A 1242, (ii) all oertam low transition lines and all identified high tranaitjon lines 
between A 1242 and A4S14. 


The adsorption of vapours at plane surfaces of mica. Part II. Heats of 
adsorption and the structure of multlmolecular films. By D. H. Bahoham 
and S. MosaUiAM. {Communicated by D. L. Chapman, F.R.8.— Received 26 
March 1938.) 

The results are given of measurements of the quantities of benzene, methyl alcohol, 
and oarbon tetraohloride adsorbed at a known surface area of mica at preesures 
approaching saturation. The adsorption energy is constant whilst the first molecular 
layer is being formed, but its completion is marked by an abrupt decrease to a value 
near the normal heat of liquefaction. The graphs of apparent film thickness against 
relative pressure for the three substances are not widely divergent over much of the 
range mvestigated, but the isotherms show discontmmties or sharp changes of 
curvature at adsorption values which are thought to be related to moleoulu spaoingB 
in the bulk condensed phases. Approximate values are given for the surface tension 
lowenng of the mica, caused by the saturated vapours. 


The swelling of charcoal . Part V . The saturation and Immersion expansions 
and the heat of wetting. By D. H. Banouam and R. I. Bazouk. {Com- 
municated by D. L, Chapman, F.R.8. — Received 26 March 1938.) 

The percentage Imear expansion x, of a rod of inactive wood charcoed when exposed 
to the exactly saturated vapour of methyl alcohol is found to be lees than the expansion 
Xi produced by unmersion m the liquid. The expansion is proportional to the surface 
energy lowering of the charcoal, and this relation is confirmed by oonqwring 

with the measured heat of wetting. On immersion of tiie air-free 

charcoal the liquid wets all, or nearly all, of the adsorbing surface. From well- 
supported estimates, previously given, of the speoiflo surface of the oharooal, it 
becomes possible to assign values to the free and total energy changes per om.* which 
accompany saturation and immersion. 
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Abetmeta of Papers 

The cryetal etmcture of certain bridged palladium compounds. By A. F. 
Wkixs. (Communieated by J. D. Bernal, F.B.8. — Received 26 March 1938.) 

The cryatal struoturee of the bndged oompouiida [(CHj))Aji]tPd(Cl4 and its bromiue 
analogue have been determined. The crystals of the tetrachloride alcohol and 
from dioxane and those of the tetrabromide from dioxane arc all i8omor|>lious. A 
probable structure deduced from the optical projierties, coll dimensions and symmetry 
Mras confirmed by Fourier projections using visually estimated intensities The 
structure of the tetrabromide was investigatod in detail, the oonliguratiun of the 
molecule being finally obtamod from a section of the three-dimensional electron 
density distribution. Thu bridged moleoulo is found to be planar with the configuration 


Ur/ ^Afi(C 


The interatomic distances are: Pd-Hr 2'45 and Pd-As 2 60 ±0-05 A. The molecules 
are stocked in columns along 4, axes m the sjiaoe group I 4/m, and tlie columns of 
molecules are held together by very weak van dor Waals forces. The packing of the 
molecules m this way loaves tunnels through the structure. These romain empty m 
oertain oircurastanoes, as, for example, when the tetrachloride crystallizes from 
alcohol. On crystallizing from dioxane, however, this compound takes up dioxane 
of crystaUization presumably owing to the fact that the diameter of the dioxwio 
molecules is approximately the same os that of the holes m the stnioturo. The 
introduction of the solvent is accompanied by a small increase in the cell size and a 
shght reorientation of the molecules of the palladium compound. 


The paramagnetic magneton numbers of the ferromagnetic eiements. By 

W. SucKSMTTH and R R Pkartb. {CommunicaiedbyA.M Ty7idaU,F.R.S 
— Received 28 March 1938.) 

A method is dosonlied for measuring magnetic ausoeptibilities m a controlled 
atmosphere or tn vacuo at tumporaturos up to 1600® C Tlio special precautions 
required to prevent solid diffusion and iiununizo evaporation in measurements on 
metals are discussed. Aoouruto inoasuromnnts on tho susoeptibditios of the ferro- 
raagi.otio elements, hitherto confintxl to mokol, are extended to cobalt and iron. The 
magneton numbers fur botli these elements ore deduced to an estimated accuracy of 
1-2 % from the expenmcntal data. It is sliown that the existing tboory is inadequate 
to explam the new results obtamod. 


Electromagnetic induction in non-uniform conductors, and the determina- 
tion of the electrical conductivity of the earth from terrestrial magnetic 
varlationa. By A. T. Fbiob and B. N. Lahxbi. (Communicated ^ 8. 
Chapman, F.R.8. — Received 28 March 1938.) 

The results of previous investigations by Chapman and Price of tho induced fields 
and current distributions, aasooiated with the inagnetio daily and storm-time varia- 
tions, suggest that more preoise information as to tho distribution of eleotrioal 
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oonduotivitf (k) withm the earth, might be obtained by oonmdenng ehaHrortMigitlrt ie 
induotion m a non uniform sphere The general theory for any non uniform oooduotor 
u here considered, and the formal solution for any conductor with sphencal symmetry 
18 obtained Detailed formulae for the mduced flcld and current disinbution, m the 
specud case when K=kp **, where k and m are constants are obtained and ap^ied 
to the terrestrial magnetic variations The resulto obtained support the view, expressed 
by Chapman and Pi ice, that there is a considorsble inoreaMe of k with increasing depth, 
beyond 150 km It seems however, that the really important moroaee m K taker 
place at about 700 km depth beyond which k is at least as great as J0-*> emu 
while above this depth the moan conductivity may bo of the same order as for rooks 
on the earth s surface (10 ■* or 10 e m u ) This suggoste that there is some change 
m the oompoBition of the eaith (e g tin mote metallio content) at a depth of about 
700 km snismologioal ividenoe appears to mdicato that such a transition oocvus at 
a somewhat greater depth Ihe results also show that theie is an effective distribution 
of K at or noar the surfaco of th( oarth and it seems most probable that thw represents 
the influence of the relatively highly conducting otosns Fho induced ourrento do not 
penetrate appmciably beyond a d pth of aliout one flflh of the oarth s radius, so that 
the knowltxlgo of K afforded by the daily vaiiationa and the storm tune vanstions 
will bo restricted to an outer shell of this thickness 


The photochemical polymerbatlon of methyl acrylate vapour By H W 
Melvuxb {Communxcaftti by h K Suleal FR8 Received 28 March 
1938 ) 

The photopolymenzation of methyl aorylate vapour has been studied at pressures 
up to 60 mm and at temperatures between 20 and 160° C Polymenxation oooum 
almost quantitatively giving a dense cloud of polymer m the gas phase when about 
10 quanta are absorbed/o c /boo at 2637 A tho quantum yield ranging from imity 
to 6000 depending on the tempi latuic and mtoiuity At shorter wave lengths the 
moleouli IS dissociated to hydi ogc n and propiolic ester Growth of the polymer oeases 
when two growing polymers mt< ract with each other The temperature of this latter 
process is so laigu that ihe {xitymenzation has a negative temperature ooeffiment 

rhe reaction is very sensitive to inhibitore especially to oxygen and to a lesser extent 
butadioiu By controlled us of ml ibitois a direct ini osure of tho em rgy of activation 
of the propagation reaction has boon inodo it amounts to 4 k oal At high oxygen 
pressures oxygen exerts a positive catalytic effpc t boheved to be due to the mercury 
sensitized production of O atoms 

The molecular weight of the polymer has been pstimated by measuring the ratio 
of aorylate to butaduno moleculos used up m the inhibited reaction under a given 
mtensity of jUummatiun Hence by calculation the molecular weight of the product 
m the normal reaction is easily found 

Thu behaviour of aorylate u in marked contrast with that exhibited by meth^ 
methacrylate, the long life timo of tho latter polymer being absent m the acrylate 
Like the methacrylate the acrylate grows by the double bond raeohanum and ttw 
differences m behaviour of ttieee two molecules u accounted for by tlM theories 
advanced m thu and previous papers 









